This  is  a  digital  copy  of  a  book  that  was  preserved  for  generations  on  library  shelves  before  it  was  carefully  scanned  by  Google  as  part  of  a  project 
to  make  the  world's  books  discoverable  online. 

It  has  survived  long  enough  for  the  copyright  to  expire  and  the  book  to  enter  the  public  domain.  A  public  domain  book  is  one  that  was  never  subject 
to  copyright  or  whose  legal  copyright  term  has  expired.  Whether  a  book  is  in  the  public  domain  may  vary  country  to  country.  Public  domain  books 
are  our  gateways  to  the  past,  representing  a  wealth  of  history,  culture  and  knowledge  that's  often  difficult  to  discover. 

Marks,  notations  and  other  marginalia  present  in  the  original  volume  will  appear  in  this  file  -  a  reminder  of  this  book's  long  journey  from  the 
publisher  to  a  library  and  finally  to  you. 

Usage  guidelines 

Google  is  proud  to  partner  with  libraries  to  digitize  public  domain  materials  and  make  them  widely  accessible.  Public  domain  books  belong  to  the 
public  and  we  are  merely  their  custodians.  Nevertheless,  this  work  is  expensive,  so  in  order  to  keep  providing  this  resource,  we  have  taken  steps  to 
prevent  abuse  by  commercial  parties,  including  placing  technical  restrictions  on  automated  querying. 

We  also  ask  that  you: 

+  Make  non-commercial  use  of  the  files  We  designed  Google  Book  Search  for  use  by  individuals,  and  we  request  that  you  use  these  files  for 
personal,  non-commercial  purposes. 

+  Refrain  from  automated  querying  Do  not  send  automated  queries  of  any  sort  to  Google's  system:  If  you  are  conducting  research  on  machine 
translation,  optical  character  recognition  or  other  areas  where  access  to  a  large  amount  of  text  is  helpful,  please  contact  us.  We  encourage  the 
use  of  public  domain  materials  for  these  purposes  and  may  be  able  to  help. 

+  Maintain  attribution  The  Google  "watermark"  you  see  on  each  file  is  essential  for  informing  people  about  this  project  and  helping  them  find 
additional  materials  through  Google  Book  Search.  Please  do  not  remove  it. 

+  Keep  it  legal  Whatever  your  use,  remember  that  you  are  responsible  for  ensuring  that  what  you  are  doing  is  legal.  Do  not  assume  that  just 
because  we  believe  a  book  is  in  the  public  domain  for  users  in  the  United  States,  that  the  work  is  also  in  the  public  domain  for  users  in  other 
countries.  Whether  a  book  is  still  in  copyright  varies  from  country  to  country,  and  we  can't  offer  guidance  on  whether  any  specific  use  of 
any  specific  book  is  allowed.  Please  do  not  assume  that  a  book's  appearance  in  Google  Book  Search  means  it  can  be  used  in  any  manner 
anywhere  in  the  world.  Copyright  infringement  liability  can  be  quite  severe. 

About  Google  Book  Search 

Google's  mission  is  to  organize  the  world's  information  and  to  make  it  universally  accessible  and  useful.  Google  Book  Search  helps  readers 
discover  the  world's  books  while  helping  authors  and  publishers  reach  new  audiences.  You  can  search  through  the  full  text  of  this  book  on  the  web 


at|http  :  //books  .  google  .  com/ 


J^X'\ 


c       y 


X 


■^ 


\ 


c      y 


A  te^:t-book 


OF 


ORGANIC    CHEMISTRY. 


BT 


A.  P.  ^OLLEMAN,  Ph.D.,  P.B.A.AmBt., 

Profendr  Ordinariw  in  the  Vnivenily  of  Am»tefdam. 


TRANSLATED  FROM  THE  THIRD  I^pTCH  EDITION  BT 

A.  JAMIESON  WALKER,  Ph.D.  (Heidelberg),  B.A., 

HwA  of  the  Departme^it  of  Chemistry^  Technical  Oyllegc,  Derby*  England, 
ASSISTED  BT 

OWEN  E.  MOTT,  Ph.D.  (Heidelberg). 


WITH  THE  CO-OPEBATION  OF  THE  AUTHOR. 


SECOND  ENGLISH  EDITION,  REWRITTEN. 
SECOND  THOUSAND. 


MEW   YORK 
.    JOHN  WILEY  &   SONS 
London:   CHAPMAN   &   HALL,   Limited 
1907 


^ 


v\ 


U£N£HAL 


Copyright,  1908,   1907, 

BT 

A.  JAMIESON  WALKER. 
(JCneei^  at  Stationert^  HoO.) 


BOBBRT  DRUMMOKD,  PRmTXR.  KBW  TORS. 


AUTHOR'S  PREFACE  TO  THE  SECOND  EDITION. 


Recent  researches  on  the  constitution  of  benzene  have  shown 
that  neither  the  centric  formula  nor  any  of  the  other  formulse  sug- 
gested affords  a  wholly  satisfactory  explanation  of  the  observed 
facts.  I  have  therefore  thought  it  best  to  give  the  formute  of 
Kekul£,  Yon  Baeteb,  and  Thiele  side  by  side,  with  a  brief  ex- 
planation of  each. 

Professor  Ciamician's  lecture  before  the  German  Chemical 
Society  has  given  me  the  opportunity  of  rewriting  completely  the 
chapter  on  pjrrrole. 

The  fifth  edition  of  the  German  translation  of  this  book  has 
been  published,  and  it  has  also  been  translated  into  Italian  and 
Russian. 

When  this  book  is  read  for  the  first  time,  the  matter  printed 
from  small  type  should  be  omitted,  as  it  contains  numerous  refer- 
ences to  subsequent  portions  of  the  text.  Such  references  are  in 
great  measure  avoided  in  the  part  printed  from  large  type. 

A.   F.   HOLLEMAN. 

Amstbrdam,  January,  1907. 
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AUTHOR'S  PREFACE  TO  THE  FIRST  EDITION. 


Most  of  the  short  text-books  of  Organic  Chemistry  contain  a 
great  number  of  isolated  facts;  the  number  of  compounds  described 
in  them  is  so  considerable  as  to  confuse  the  beginner.  Moreover, 
the  theoretical  grounds  on  which  this  division  of  the  science  is 
based  are  often  kept  in  the  background;  for  example,  the  proofs 
given  of  the  constitutional  formulae  frequently  leave  much  to  be 
tiesired.  However  useful  these  books  may  be  for  reference,  they 
are  often  ill-suited  for  text-books,  as  many  students  have  learned 
from  their  own  experience. 

In  this  book  I  have  endeavoured  to  keep  the  number  of  uncon- 
nected facts  within  as  narrow  limits  as  possible,  and  to  give  promi-' 
nence  to  the  theory  underlying  the  subject.  For  this  reason,  a 
proof  of  the  structure  of  most  of  the  compounds  is  given.  This  was 
not  possible  for  the  higher  substitution-products  of  the  aromatic 
series,  so  that  the  methods  of  orientation  employed  in  it  are  de- 
scribed in  a  special  chapter. 

Physi«o-chemical  theories,  such  as  the  laws  of  equilibrium^ 
ionization,  and  others,  are  becoming  more  and  more  prominent  in 
organic  chemistry.  I  have  attempted  in  many  instances  to  show 
how  useful  they  are  in  this  branch  of  the  science.  Such  important 
technical  processes  as  the  manufacture  of  alcohol,  cane-sugar,  etc., 
are  also  included.  The  book  is  essentially  a  text-book,  and  makes 
no  claim  to  be  a  "Beilstein  '^  in  a  very  compressed  form. 

I  am  deeply  indebted  to  Dr.  A.  Jamiesox  Walker  for  the  excel- 
lent way  in  which  he  has  carried  out  the  difficult  task  of  translating 
this  book  from  the  original  second  Dutch  edition  into  English. 
Lastly,  it  may  be  mentioned  that  it  has  also  been  translated  into 
German,  the  second  edition  having  just  appeared,  and  that  an 
Italian  edition  is  in  preparation. 

A.   F.   HOLLEMAN. 
Groningen,  Netherlands,  November,  1902. 
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TRANSLATOR'S  PREFACE  TO  THE  SECOND  EDITION. 


The  demand  for  the  first  English  edition  of  this  text-book,  pub- 
lished four  years  ago,  has  been  so  great  as  to  exceed  anticipation, 
and  it  has  been  necessary  to  print  a  short  edition  from  the  existing 
plates  during  the  revision  of  the  text  for  the  present  issue. 

The  translation  is  based  on  the  third  Dutch  edition  of  the- 
author's  "Leerboek  der  Organische  Chemie,"  but  the  progress  of 
the  science  has  necessitated  numerous  and  extensive  alterations.  I 
•have  to  thank  Professor  Holleman  for  the  great  trouble  he  has 
taken  in  the  selection  and  arrangement  of  the  large  amount  of  new 
work  now  included.  The  resetting  of  the  whole  book,  from  new 
type  specially  cast,  has  enabled  me  to  rewrite  the  text  completely. 

I  am  again  indebted  to  Dr.  Owen  E.  Mott  for  important  aid; 
to  Professor  Sexier  for  valuable  advice  and  criticism;  and  to  many 
others  for  their  kind  expressions  of  appreciation  and  commendation. 

References,  in  the  text  to  "Laboratory  Manual  "  allude  to  my 
translation  of  Professor  Holleman's  "Laboratory  ]\Ianual  of  Or- 
ganic Chemistry  for  Beginners,"  published  by  Messrs.  John  Wiley 
A  Sons.  This  work  constitutes  an  appendix  to  the  text-book,  and 
should  be  employed  as  a  guide  to  laboratory  work  prior  to  that 
systematic  course  of  preparations  essential  to  progress  in  the  study 
of  organic  chemistry, 

A.  Jamieson  Walker. 

Derby,  England,  January,  1907. 


TRANSLATOR'S  PREFACE   TO  THE  FIRST  EDITION. 


The  cordial  reception  met  with  by  Professor  Holleman's 
"Leerboek  der  Organische  Chemie  "  in  Holland,  as  well  as  by  Dr. 
Hof's  translation  in  Germany,  makes  it  desirable  that  English- 
43peaking  students  of  chemistry  should  0hare  in  the  advantages 
derived  from  its  publication  by  their  fellow-students  on  the  Con- 
tinent of  Europe. 

This  translation  is  from  the  second  Dutch  edition,  published 
last  year,  and  has  been  revised  and  added  to  by  Professor  Holle- 
jkiAN  and  myself  so  as  to  make  it  as  up-to-date  as  possible..  An 
Italian  translation  of  this  English  edition  is  now  in  preparation. 
The  *'  Inorganic  Chemistry  "  referred  to  in  the  text  is  Dr.  Cooper's 
translation  of  Professor  Holleman's  "Leerboek  der  Anorganische 
Chemie,"  published  last  April  by  Messrs.  John  Wiley  &  Sons. 

1  have  to  express  my  thanks  to  Professor  Holleman  for  the 
great  care  bestowed  by  him  on  the  work  of  revision;  to  Dr.  Owen 
E.  MoTT  for  his  valuable  assistance;  to  Professor  Senier  of 
Queen's  College,  Galway,  for  reading  the  proof  and  making  many 
important  suggestions;  to  Dr.  John  E.  Mackenzie  of  the  Birkbeck 
Institution,  London,  for  reading  part  of  the  proof;  to  Dr,  Hermon 
C.  Cooper  of  Syracuse  University  for  the  note  regarding  the  law 
regulating  the  sale  of  alcohol  in  the  United  States;  and  to  Messrs. 
John  Wiley  &  Sons  for  the  excellent  way  in  which  they  have  pre- 
pared the  book  for  publication. 

A.  Jamieson  Walker. 

Derby,  England,  December,  1902. 
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ORGANIC  CHEMISTRY. 


INTRODUCTION. 

I.  Organic  Chemistry  is  the  Chemistry  of  the  Carbon  Com- 
pounds. The  word  "organic"  has  now  lost  its  historic  meaning, 
given  it  at  a  time — the  beginning  of  last  century — when  it  was 
thought  that  the  substances  which  occur  -in  organized  nature,  in 
the  animal  and  vegetable  kingdoms,  could  only  be  formed  under 
the  influence  of  a  special,  obscure  force,  called  the  vital  force. 
Several  unsuccessful  attempts  to  prepare  artificially  such  "or- 
ganic" substances  promoted  this  belief.  Until  about  the  year 
1840,  it  was  so  general  that  Berzelius  still  thought  that  there 
was  but  little  hope  of  ever  discovermg  the  cause  of  the  difference 
between  the  behaviour  of  the  elements  in  the  mineral  kingdom 
and  in  living  bodies.  Organic  chemistry  included  the  study  of 
those  compounds  which  occur  in  plants  and  animals,  as  well  as  of 
the  more  or  less  complicated  decomposition-products  which  could 
be  prepared  from  these  compounds  by  various  means.  Among 
the  latter  many  were  known  which  were  not  found  in  nature,  but 
it  was  thought  impossible  to  build  up  a  compound  body  from  its 
decomposition-products,  or  to  obtain  an  organic  compound  from 
its  elements. 

In  the  year  1828,  Wohler  had  indeed  obtained  from  inorganic 
sources  the  organic  compound  urea,  a  product  of  the  animal 
economy.  This  discovery  was  at  first  regarded  as  of  small  im* 
])Oitance,  for  it  was  thought  that  this  substance  occupied  a  position 
mMway  between  organic  and  inorganic  compounds.  For  a  num- 
ber of  years  the  S3ntithesis  of  urea  was  in  fact  the  only  well-known 
example  of  the  kind,  such  observations  becoming  more  numerous 
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about  the  middle  of  the  nineteenth  century.  At  length  the  syn- 
thesis of  many  substances,  including  that  of  acetic  acid  by  Kolb£ 
and  of  the  fats  by  Berthelot,  strengthened  the  growing  convic- 
tion that  organic  compounds  are  formed  under  the  influence  of  the 
same  forces  as  are  inorganic,  and  that  to  this  end  no  special  force 
is  necessary. 

The  natural  distinction  between  organic  and  inorganic  chem- 
istry was  thus  destroyed,  its  place  being  taken  by  an  artificial  one* 
As  it  had  been  already  noticed  that  all  organic  compounds  contain 
'carbon,  the  name  "Organic  Chemistry'*  was  appropriated  to  the 
Chemistry  of  the  Carbon  Compounds. 

Through  the  numerous  discoveries  which  were  made  in  this 
branch  of  the  science,  especially  in  Germany  by  Liebig,  Wohler, 
and  their  pupils,  and  in  France  by  Dumas,  Laurent,  and  Ger- 
HARDT,  organic  chemistry  acquired  by  degrees  a  totally  different 
aspect,  and  the  old  division  into  groups  of  substances  which  had 
either  the  same  origin-,  as  in  the  case  of  vegetable  chemistry  or 
animal  chemistry,  or  had  single  properties  in  common,  as,  for 
example,  the  vegetable  acids,  the  vegetable  bases,  and  neutral 
vegetable  bodies,  vanished.  Its  place  was  taken  by  a  more  rational 
classification,  which  gradually  developed  into  its  present  form,  and 
is  based  on  the  mutual  relationships  found  to  exist  between  organic 
compoimds. 

2.  Since  no  essential  distinction  between  organic  and  inorganic 
chemistry  now  exists,  and  numerous  syntheses  have  set  at  rest 
all  doubt  as  to  the  theoretical  possibility  of  building  up  from  their 
elements  even  the  most  complicated  carbon  compounds,  such  as 
the  proteids,  the  question  may  arise  as  to  the  reason  for  still 
treating  the  chemistry  of  the  carbon  compounds  as  a  special  part 
of  the  science.    The  answer  to  this  question  is  twofold. 

First,  the  enormous  number  of  carbon  compounds  which  are 
known.  This  amounts  to  more  than  a  hundred  thousand,  and  is 
greater  than  that  of  the  compounds  of  all  the  other  elements.  Second, 
the  special  nature  of  certain  properties  of  the  carbon  compounds. 
These  are  either  not  found  at  all  in  the  compounds  of  other  elements, 
or  at  most  in  a  much  less  marked  degree :  for  example,  many  inorganic 
compounds  can  be  exposed  to  high  temperatures  without  undergoing 
any  chemical  change,  whereas  the  carbon  compounds,  almost  with- 
out exception,  are  decomposed  at  a  red  heat.     It  follows  that  the 
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latter  are  usually  much  less  stable  than  the  former  towards  chemical 
and  physical  reagents,  and  in  consequence  different  methods  are 
employed  in  Jbhe  investigation  of  carbon  compounds  and  of  inor- 
ganic compounds. 

Another  peculiarity  is  th%t  niunerous  organic  compoimds  con- 
tain the  same  elements  in  the  same  proportions,  but  differ  from  one 
another  in  properties.  For  example,  up  to  the  end  of  the  year 
1902,  one  hundred  and  thirty-five  compounds  of  the  formula 
C10H13O2N  had  been  discovered.  This  phenomenon  is  called 
isomerism,  and  is  almost  unknown  in  inorganic  chemistry,  a  fact 
which  necessitates  an  investigation  of  the  cause  to  which  it  is  due. 

All  these  reasons  make  it  desirable  to  treat  the  carbon  com- 
pounds in  a  special  part  of  chemistry. 


QUALITATIVE  AND  QUANTETATIVE  ANALYSIS- 

3.  Investigation  has  shown  that  in  most  of  the  compounds 
of  carbon,  there  is  only  a  very  small  number  of  elements.  The 
chief  of  these  are  carbon^  hydrogeriy  oxygen,  and  nitrogen.  Halogen 
derivatives  are  less  numerous,  and  substances  containing  sulphur 
or  phosphorus  occur  still  less  frequently.  Carbon  compounds  are 
also  known  in  which  other  elements  are  found,  but  they  are  ex- 
ceedingly few  in  comparison  with  those  which  contain  only  the 
elements  named  above.  Some  elements  do  not  Occur  n  carbon 
compounds. 

In  order  to  be  able  to  determine  the  nature  of  a  compound,  it 
is  first  of  all  necessary  to  ascertain  what  elements  it  contains  by 
submitting  it  to  qualitative  analysis.  In  the  case  of  the  carbon 
compounds,  this  is  very  simple  in  theorj'',  the  process  being  one  of 
oxidation. 

On  solution  of  an  organic  compound,  the  elements  constituting 
it  are  usually  not  present  as  ions  in  the  liquid.  Oxidation,  however, 
either  converts  them  at  once  into  ions,  or  into  oxygen  compounds 
with  ionized  groups,  such  as  CO3",  SO4",  and  so  on.  They  can 
then  be  identified  by  the  ordinary  inorganic  reactions  ("Laboratory 
Manual,"  I,  1-5). 

Carbon  is  thus  converted  into  carbon  dioxide,  which  can  be 
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<letected  by  the  lime-water  test;  sulphur  and  phosphorus  are 
oxidized  to  sulphuric  acid  and  phosphoric  acid  respectively;  hydro- 
gen is  oxidized  to  water;  and  n  trogen  is  evolved  in  the  free  state. 

If  an  organic  compound  contains  a  halogen,  it  is  oxidized  in 
presence  of  silver  nitrate,  the  corresponding  silver  halide  being 
formed.  Other  elements  present  are  found,  after  oxidation,  in 
the  form  of  compounds  easily  identified. 

For  analytical  purposes,  oxidation  is  carried  out  in  different 
ways,  according  to  the  nature  of  the  element  suspected  to  be 
present.  Copper  oxide  is  generally  used  in  testing  for  carbon, 
hydrogen,  and  nitrogen.  The  substance  is  mixed  with  it,  and 
the  mixture  heated  in  a  glass  tube  sealed  at  one  end,  the  carbon 
and  hydrogen  being  oxidized  by  the  action  of  the  oxygen  of  the 
copper  oxide.  Nitrogen  is  evolved  in  the  free  state,  and  can  be 
recognized  in  exactly  the  same  way  as  in  the  quantitative  analysis 
of  nitrogen  (7).  For  the  halogens,  sulphur,  phosphorus,  etc., 
it  is  best  to  oxidize  the  substance  under  examination  with  con-* 
centrated  nitric  acid. 

The  method  of  oxidi^tion  is  a  general  one  for  qualitative  analy« 
sis:  it  can  always  be  applied,  and  yields  positive  results.  There 
are  other  methods  which  in  many  cases  attain  the  desired  end 
more  quickly  and  easily,  but  as  most  of  these  are  not  of  universal 
Application,  the  failure  of  one  of  them  to  detect  an  element  affords 
BO  certain  indication  of  its  absence.  In  doubtful  instances  the 
question  must  be  decided  by  the  oxidation-process. 

For  example,  the  presence  of  carbon  can  frequently  be  de- 
tected by  submitting  the  substance  to  dry  distillation.  Charring 
often  takes  place,  or  vapours  are  evolved  which  can  be  recognized 
as  carbon  compounds  by  their  smell  or  other  properties,  such  as 
their  burning  with  a  smoky  flame  on  ignition. 

4.  The  nitrogen  in  many  organic  compounds  can  be  converted 
into  ammonia  by  heating  them  with  soda-lime,  or  with  concen- 
trated sulphuric  acid.  Another  method  very  largely  used  in  testing 
for  this  element  was  suggested  by  Lassaigne.  It  consists  in  heating 
the  substance  under  examination  with  a  small  piece  of  sodium  (or 
potassium)  in  a  narrow  tube  sealed  at  one  end.  Should  the  com- 
pound contain  nitrogen,  sodium  (or  potassium)  cyanide  is  formed, 
its  presence  being  readily  recognized  by  converting  it  into  Prussian 
blue  (** Laboratory  Manual,"  I,  3,  a). 
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5.  The  halogens  can  be  recognized  by  heating  the  substance 
with  quicklime,  the  corresponding  calcium  halide  being  formed. 
A  very  delicate  me1J;iod  of  detecting  them  is  to  introduce  a  small 
quantity  of  the  compound  on  a  piece  of  copper  oxide  into  a  non- 
luminous  flame.  The  corresponding  copper  halide  is  formed  and 
volatilizes,  impartmg  a  magnificent  green  colour  to  the  flame. 
These  two  methods  are  always  applicable. 

Sulphur  can  often  be  detected  by  heating  the  compound  with 
A  small  piece  of  sodium  in  a  narrow  ignition-tube.  Sodium  sul- 
phide is  produced,  and  can  be  detected  by  treating  the  reaction- 
mixture,  placed  on  a  clean  silver  coin,  with  water,  when  a  black 
stain  of  silver  sulphide  is  formed.  Or,  the  reaction-mixture  can 
be  extracted  with  water,  and  sodium  nitroprusside  added:  the 
solution  acquires  an  intense  violet  colour. 

No  qualitative  reaction  is  known  for  detecting  oxygen  in  an 
organic  compoimd.  This  can  only  be  effected  by  a  quantitative 
analysis. 

6.  Following  on  qualitative,  must  come  quantiUUivey  analysis; 
that  is,  the  determination  of  the  quantity  of  each  element  present 
in  the  compound.  The  methods  used  for  qualitative  analysis  in 
inorganic  chemistry  are  often  very  different  from  those  employed 
in  quantitative  determinations:  in  organic  chemistry  the  methods 
of  qualitative  and  quantitative  analysis  are  alike  in  principle, 
oxidation  being  employed  in  both. 

Carbon  and  hydrogen  are  always  estimated  together.  The 
principle  of  the  method  of  organic  analysis  chiefly  used  was  worked 
out  by  LiEBiG  (1803-1873).  It  is  usually  carried  out  as  follows. 
In  the  combustion-furnace,  k  (Fig.  1),  is  a  hard  glass  tube,  06, 


Fig.  1. — Organic  Analysis. 


open  at  both  ends.     A  complete  •drawing  of  it  is  shown  in  the 
jfigure  above  the  furnace.     It  contains  granulated  copper  oxide. 
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//,  and  a  spiral  of  copper-gauze,  c,  oxidized  by  heating  to  redness 
in  the  air  or  in  a  stream  of  oxygen.  About  one-third  of  the  length 
of  the  tube  is  left  empty,  and  into  this,  after  temporary  removal 
of  the  copper  spiral,  a  platinum  or  porcelain  boat,  d,  containing  a 
weighed  quantity  of  the  substance  to  be  analyzed,  is  introduced. 
The  end  of  the  tube  next  the  boat  is  connected  with  a  drying 
apparatus,  g,  A,  /,  in  which  the  air  or  oxygen  is  freed  from  water- 
vapour  and  carbon  dioxide:  g  contains  concentrated  caustic  potash, 
h  soda-lime,  and  /  calcium  chloride.  To  the  end  of  the  tube 
furthest  from  the  boat  is  attached  a  weighed  calcium-chloride  tube,  Z, 
for  the  purpose  of  collecting  the  water  produced  by  the  combustion 

of  the  substance.  The  weighed 
potash-bulbs,  m  (shown  enlarged  in 
Fig.  2),  are  connected  to  this,  and  in 
them  the  carbon  dioxide  formed  is 
absorbed  by  concentrated  caustic 
potash.  The  gases  enter  the  appara- 
tus by  the  tube  b  on  the  right,  pass 
Fig.  2.— Potash-bulbs.         thr9Ugh  the  three  bulbs   containing 

potash,  and  escape  through  the  tube 
a,  which  is  filled  with  soda-lime.  As  soon  as  all  the  joints  of  the 
apparatus  are  known  to  be  gas-tight,  the  burners  are  lighted,  except 
beneath  the  place  where  the  boat  is.  When  the  tube  is  hot,  the 
substance  is  burned  by  carefully  heating  this  part  of  the  tube, 
while  at  first  a  slow  stream  of  air,  and  later  a  slow  stream  of  oxy- 
gen, is  led  through  the  drying  apparatus  into  the  tube.  The 
oxygen  facilitates  the  combustion  of  the  particles  of  carbon  which 
have  deposited,  and  the  red-hot  copper  oxide  serves  to  oxidize 
the  gaseous  decomposition-products  completely  to  carbon  dioxide 
and  water.  The  increase  in  weight  of  the  calcidm-chloride  tut^ 
and  that  of  the  potash-bulbs  respectively  give  the  quantity  of  water 
and  carbon  dioxide  formed,  from  which  the  amount  of  hydrogen 
and  carbon  in  the  compound  can  be  calculated. 

If  the  compound  contains  nitrogen  or  halogens,  a  freshly- 
reduced  spiral  of  copper-gauze  is  placed  at  the  end  of  the  tube 
next  the  absorption-apparatus  /  and  m.  The  hot  copper  decom- 
poses  any  nitrogen  oxides  formed,  which  would  otherwise  be 
absorbed  in  the  potash-bulbs:  it  also  combines  with  and  retains 
the  halogens. 
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The  foregoing  is  only  intended  to  illustrate  the  principles  on 
which  the  methods  of  oi^anic  analysis  are  based.  The  experimental 
details  have  often  to  be  modified  somewhat  to  suit  special  circum- 
stances. For  example,  slibstances  which  burn  with  great  difficulty 
are  mixed  with  lead  chromate  instead  of  copper  oxide,  the  former 
being  the  more  energetic  oxidizing  agent.  When  the  compound  con- 
tains sulphur,  this  substance  is  also  used,  the  sulphur  being  con- 
verted, by  heating  in  contact  with  the  chromate,  into  lead  sulphate, 
which  is  stable  at  red  heat.  If  copper  oxide  is  used,  sulphur  dioxide 
is  formed  and  is  absorbed  in  the  potash-bulbs,  thereby  introducing 
an  error  into  the  carbon  estimation.  Another  method  of  retaining 
sulphur  dioxide  consists  in  having  a  layer  of  lead  dioxide,  PbOj,  at 
the  end  of  the  tube  next  to  the  absorption-apparatus.  This  layer 
is  gently  heated,  and  retains  all  the  sulphur  dioxide  in  the  form  of 
lead  sulphate. 

7.  Nitrogen  is  usually  estimated  by  Dumas'  method.  An 
apparatus  similar  to  that  employed  in  the  estimation  of  carbon 
and  hydrogen  (Fig.  1)  is  used.  The  drying  apparatus  g,  h,  j,  is 
replaced  by  a  carbon-dioxide  Kipp  generator,  to  eflfect  complete 
expulsion  of  the  air  from  the  tube  before  the  combustion  is 
begun.  The  absorption-apparatus  I,  m,  is  replaced  by  a  delivery- 
tube  opening  under  mercu^5^  As  soon  as  the  air  has  been  driven 
out  of  the  apparatus,  the  front  part  of  the  tube,  containing  the 
copper-gauze  and  the  granulated  copper  oxide,  is  heated.  The 
combustion  is  then  begun,  and  tfie  evolved  gases  are  collected  in  a 
graduated  tube  open  at  the  bottom  (measuring  tube),  the  end 
of  which  dips  into  the  mercury-bath.  This  tube  is  filled  partly 
with  mercury,  and  partly  with  concentrated  caustic  potash  to 
absorb  the  carbon  dioxide.  The  reduced  copper-gauze  has  the 
effect  of  decomposing  any  nitrogen  oxides  formed.  When  the 
combustion  is  over,  all  the  nitrogen  remaining  in  the  tube  is  swept 
into  the  graduated  tube  by  a  stream  of  carbon  dioxide  from  the 
Kipp  generator.  The  tube,  along  with  the  mercury,  potash,  and 
gas  which  it  contains,  is  then  placed  in  a  wide  cylinder  filled  with 
water.  The  mercury  and  potash  are  displaced  by  the  water,  and 
after  the  level  of  the  liquid  inside  and  outside  the  tube  has  been 
made  to  coincide,  the  number  of  cubic  centimetres  of  nitrogen 
is  read  off.  From  this  the  amount  of  nitrogen  in  the  compound 
is  calculated. 

Nitrogen  can  often  be  estimated  by  a  method  discovered  by 
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Kjeldahl  and  improved  by  Wilfarth.  It  depends  upon  the 
fact  that  the  nitrogen  of  many  organic  substances  is  wholly  con- 
verted into  ammonia  by  heating  the  compound  for  some  time 
with  concentrated  sulphuric  acid  in  presence  of  phosphoric  oxide 
and  a  drop  of  mercury,  the  latter  going  into  solution.  Usually  the 
mixture  first  turns  black,  owing  to  charring:  after  heating  for 
one  or  two  hours  the  liquid  again  becomes  perfectly  colourless. 
The  carbon  has  then  been  fully  oxidized  by  the  oxygen  of  the 
sulphuric  acid,  which  has  been  reduced  to  sulphurous  acid.  The 
process  is  facilitated  by  the  mercury  salt,  which  probably  plays 
the  part  of  an  "  oxygen-carrier"  between  the  sulphuric  acid  and 
the  organic  substance,  being  continually  converted  from  the  mer- 
curic to  the  mercurous  state,  and  then  back  again  by  the  boiling 
acid  into  the  mercuric  state.  When  the  liquid  has  become  colour- 
less, it  is  allowed  to  cool,  diluted  with  water,  excess  of  alkali  added, 
and  the  ammonia  distilled  into  a  measured  quantity  of  acid  of 
known  strength.  Titration  gives  the  quantity  of  ammonia,  and 
hence  the  amount  of  nitrogen.  This  neat  and  simple  method  is 
usually  not  applicable  to  compounds  containing  oxygen  linked 
to  nitrogen.  In  such  compounds  the  nitrogen  is  only  partially 
converted  into  ammonia. 

8.  The  halogens  can  be  estimated  by  the  method  either  of 
Ltebig  or  of  Carius.  By  the  former,  the  substance  is  heated 
with  quicklime,  and  by  the  latter,  at  a  high  temperature  with  a 
small  quantity  of  concentrated  nitric  acid  and  a  crystal  of  silver 
nitrate  in  a  sealed  glass  tube.  This  is  carried  out  without  risk 
in  the  tube-furnace  (Fig.  3),  in  which  the  glass  tubes  are  placed 
in  wrought-iron  cylinders  with  thick  walls. 

Carius'  method  can  also  be  applied  to  the  estimation  of  sul- 
phur, phosphorus,  and  other  elements.  Non-volatile  substances 
containing  sulphur  or  phosphorus  can  also  be  oxidized  by  fusion 
with  nitre. 

The  estimation  of  halogens  in  solids  can  also  be  readily  effected 
by  oxidation  with  sodium  peroxide,  the  final  product  being  a  chlo- 
rate, bromatc,  or  iodate.  On  reduction  with  sulphurous  acid,  this 
is  converted  into  a  halide,  which  can  be  precipitated  with  silver 
nitrate  in  the  usual  manner. 

Q.  The  results  of  a  quantitative  analysis  are  expressed  in  per- 
centage-numbers.    If  the   total   of   these  percentage-numbers  is 
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very  nearly  100,  then  no  other  element  is  present  in  the  compound; 
but  if  appreciably  less  than  100,  there  is  another  element  present 
which  has  not  been  taken  account  of  in  the  analysis,  there  beinj^ 
no  convenient  method  for  its  estimation.  This  element  is  oxygen. 
The  percentage-amount  of  oxygen  is  therefore  found  by  sub- 
tracting the  total  of  the  percentages  of  the  other  elements  from 


Fio.  3. — ^Tube-furnace. 

100.    This  has  the  disadvantage  that  all  experimental  errors  are 
included  in  the  percentage-number  of  the  oxygen. 

Carbon-estimations  are  usually  too  low,  owing  to  the  loss  of  a 
smaU  quantity  of  carbon  dioxide  through  the  various  connections  of 
the  apparatus.  Hydrogen-estimations  are  generally  too  high,  be- 
cause copper  oxide  is  hygroscopic,  and  can  only  be  freed  from  traces- 
of  moisture  with  difficulty.  These  errors  balance  one  another  more 
or  less,  so  that  the  want  of  accuracy  in  the  oxygen-percentage  is 
diminished. 

The  method  by  which  the  percentage-composition  and  formula 
of  a  substance  are  calculated  from  the  results  of  analysis  is  best 
explained  by  one  or  two  examples 
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First  Example.  The  following  numbers  were  obtained  in  the 
analysis  of  a  substance.  / 

(a)  0-2581  g.  substance  gave  0-7654  g.  CO,  and  0.1623  g.  H,0. 
(6)  0-2170  g.  substance  gave  0-6414  g.  CO,  and  0-1^60^.  H^O. 
Since  there  are  12  parts  by  weight  of  C  in  44  parts  ,^P!Veight  of 
CO2,  and  2  parts  by  weight  of  fl  in  18  parts  by  weight  6M1,0,  t^e 
number  obtained  for  CO,  must  be  mulfi plied  by  J|  =5^  to  find  the 
weight  of  C,  and  the  number  found  for  H,0  by  A  —4  to  obtain  the 
weight  of  H.        ^  0  / 

(a)  0-2581  g.  substance  contain  0-2087  g.  C  and  0^181  g.  H. 
(6)  0-2170  g.  substance  contain  0-1749  g.  C  and  0-0151  g.  H. 
In  order  to  calculate  from  this  the  percentage-numbers,  the  figures 
found  for  C  and  H  must  be  divided  by  the  weight  of  substance  used 
in  the  analysis,  and  the  quotient  multiplied  by  100.    This  gives 
(a)  80-8  per  cent.  C  and  7-0  per  cent.  H. 
(6)  80-6  per  cent.  C  and  6-9  per  cent.  If. 
Since  the  simi  of  C  and  H  is  87-8  in  (a),  and  87-5  in  (6),  the  com-       ' 
pound  analyzed  must  contain  oxygen.     According  to  (a)  the  per- 
centage of  this  element  is  12-2;  according  to  (b)  it  is  12-5^jj 

Tht  mean  of  the  two  analyses  gives  the  following  percentage-corn- 
position  for  the-i$ubstance: 

^^.  C     80-7^ 
H.      6-9?    - 

^         o    12.4 

The  atomic  weight  of  carbon  is  12,  of  hydrogen  1,  and  of  oxygen 
16:  to  find  the  ratio  of^the  number  of,  the  atoms  of  these  elements 
in  the  compound,  their  atomic  weights  must  be  divided  into  the  per- 
centage-nunrt)ers.    From  this  we  obtain  *        , 

C  H  O  .  " 

6-7  6-9  0-77. 

Since  there  cannot  be  less  than  one  atom  of  each  elbm§nt  in  a 
compound,  and  since  the  figure  representing  the  number  of  atoms  . 
can  only  be  a  whole  number,  the  above  ratio  must  be  divided  by 
0-77.    This  makes  0  =  1,  and  the  other  numbers  .  "•* 

C  H  O.     . 

8-7       \9.0  1.       * 

It  is  evident  that  the  ratio  of  the  numbers  of  th^ atoms  js  very 
nearly  9:9:1,  which  corresponds  with  the  formula  C^HjO.  In- 
versely, if  the  percentages  of  carbon,  hydrogen,  and  oxygen  are 
calculated  for  a  substance  of  this  constitution,  the  numbers 

C  81-2  H  6-8  O  12-0  "      ' 

are  obtained.    These  approximate  to  the  means  of  the  results  of  the 


\ 
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analyses  given  a^^^c^^    'Hie  simplest  or  empirical  formula  of  the 
substance  is  therefore\ 

^Second  Example.    The  analysis  of  a  substance  containing  nitro- 
gen yielded  the  following  numbers. 

J) -2169  g.  substance  gave  0-5170  g.  CO,  and  0-0685  g.  H,0. 
0-2218.  g.  substance  gave  17-4  c.c.  N,  measured  over  water  at 

6*^  C.  and  762  mm.  barometric  pressure. 
The  weight  of  the  nitrogen  is  calculated  as  follows.  Since  it  is 
saturated  with  water-vapour,  the  tension  of  this  expressed  in  mm. 
of  mercury  must  be  subtracted  fwm  the  barometric  pressure  in 
order  to  obtain  the  true  pressure  of  the  nitrogen.  At  6^  C.  the 
tension  of  aqueous  vapour  is  7  -0  mm.  The  actual  pressure  of  the 
nitrogen  is  thei^fore  762  — 7 -'755  mm.  Since  1  c.c.  of  nitrogen  at 
0**  and  760  mm.  weighs  1 .2562  mg.,  at  755  mm.  and  6°  C.  the  weight 
of  this  volume  expressed  in  milligrammes  is 

1-2562      ^x755_^.2211. 


1+6X0-00367    760 

Therefore  the  17-4  c.c.  of  nitrogen  obtained  weigh  1  •2211X17-4 
— 21e247  mg.,  from  which  the  percentage  of  nitrogen  is  found  to 
be  9-6. 

By  applying  the  me^tE^d  des^ibed  in  the  first  example,  the  per- 
centage of  carbon  and  hydnjgenis  found  to  be  C  =65  -0  and  H  =3 •  5. 

The  sum  of  these  percentage-numbers  is  78-1,  so  that  the  per- 
oentagCLof  oxygen  in  the  substance  analyzed  is  21  -9.  The  percentage- 
composition  given 'by  the  analysis  as  therefore 

C    65-0 
H     3-5 

O   21-9/  V-'\ 
On  dividing  tfiesfe  values  by  the  hiimbersYepresenting  the  atomic 
weights  of  the  coriHteponding  elements,  there  results 
'   .  .  ^>c  H  N  •        O 

'   ^4        3-5        0-7        1-4. 
These  numbers  divided  by  0-7  give 

Vw     C  H  N  O 

7-9        5-1.         1  ,  .  ,1^0. 
These  niunbers  approximate  yetvi^iJ^^^ly  to. those  required  by 
the  formula  (LHfitN.    The  piercen&jeeiiifcnjp&tioff "  corresj^ 
to  this  formula  1^  '  :  \^'       • 

.  C  65-3  H.3-4'^'     v\^9.5,  ' 

which  agrees  well  with  the  analysis. 


hese^ 


'I 
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DETERMINATION  OF  MOLECULAR  WEIGHT. 

10.  An  analysis  only  gives  the  empirical  formula  of  a  com- 
pound, and  not  its  molecular  formula,  because  CaHbOc  has  the 
same  percentage-composition  as  (CaHbOc)n.  When  the  empirical 
formula  has  been  ascertained  by  analysis,  the  molecular  vjeight 
has  still  to  be  determined. 

It  cannot  be  decided  by  chemical  means,  although  it  is 
possible  thus  to  obtain  a  minimum  value  for  the  molecular  weight. 
For  example,  the  empirical  formula  of  benzene  is  CH.  Benzene 
readily  yields  a  compound,  CeHsBr,  which  can  be  reduced  again 
to  benzene.  It  follows  that  the  molecule  of  benzene  must  be 
represented  by  CeHg  at  least.  The  molecular  formula,  however, 
could  also  be  C12H12,  or,  in  general,  (C6He)n;  the  bromine  com- 
pound would  then  have  the  formula  (C6H5Br)a.  Assuming  the 
formula  to  be  C12H12,  that  of  the  bromipe  compound  would  be 
Ci2HioBr2.  It  is  evident  that  the  formation  of  a  compound  of 
this  formula  would  involve  direct  replacement  of  two  hydrogen 
atoms  by  bromine,  and  experiments  would  be  made  for  the  pur- 
pose of  obtaining  Ci2HiiBr.  Should  these  not  attain  the  desu^ 
result,  the  probability  of  the  correctness  of  the  simpler  formula 
CeHfiBr  would  be  increased.  This  would  not,  however,  be  decisive, 
because  the  experimental  conditions  necessary  to  the  formation 
of  the  compound  Ci2HiiBr  might  not  have  been  attained.  The 
chemical  method  only  proves  that  the  molecular  formula  of  ben- 
zene cannot  be  smaller  than  CgHg,  but  does  not  prove  whether 
it  is  a  multiple  of  this  or  not. 

To  ascertain  the  real  molecular  weight,  physical  methods  must 
be  employed.  These  involve  the  determination  either  of  the 
specific  gravity  of  the  compound  in  the  gaseous  state,  or  of  cer- 
tain values  depending  on  the  osmotic  pressure  of  the  substance 
in  dilute  solution.  The  theory  of  these  methods  is  fully  ex- 
plained in  "Inorganic  Chemistry,"  31-34  and  40-43.  Here  it 
will  suffice  to  describe  the  practical  details  of  a  molecular-weight 
determination. 

In  calculating  the  vapour-density  (the  specific  gravity  of  the 
substance  in  the  gaseous  state),  four  quantities— the  weight  of 
substance  converted  into  the  gaseous  state,  the  volume  of  the 
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resulting  vapour,  the  temperature  at  which  the  volume  is  meas- 
ured, and  the  barometric  pressure — must  be  known. 

II.  Vapour-density  is  usually  determined  by  a  method  sug- 
gested by  Victor  Meyer.  The  apparatus  (Fig.  4)  consists  of  a 
glass  tube  B  with  an  internal  diam- 
eter of  about  4  mm.'  This  tube  is 
closed  at  the  top  with  a  stopper,  and 
underneath  has  a  wider  cylindrical 
portion  of  about  200  c.c.  capacity, 
closed  at  the  lower  end.  Near  the 
top  of  the  tube  is  sealed  on  a  de- 
livery-tube A  for  the  gas,  which  is 
collected  over  water  in  a  graduated 
tube  E.  The  apparatus  is  partly  sur- 
rounded by  a  wide  glass  (or  metal) 
jacket  C  This  contains  a  liquid  boil- 
mg  higher  than  the  .  substance  the 
vapour-density  of  which  is  being  de- 
termined. This  liquid  is  heated  to 
boiling,  some  of  the  air  in  B  being 
in  consequence  expelled.  A  point  is 
soon  reached  at  which  no  more  air 
escapes  from  the  delivery-tube,  that 
in  the  wider  part  of  (he  tube  having 
a  constant  temperature,  almost  equal 
to  that  of  the  vapour  of  the  boiling 
liquid.  The  graduated  tube  is  then 
filled  with  water  and  placed  over  the 
open  end  of  the  delivery-tube  A, 
After  the  stopper  has  been  withdrawn, 
a  weighed  quantity  of  the  substance 
under  examination  enclosed  in  a  small 
glass  tube  is  dropped  into  the  appa- 
ratus, and  the  stopper  replaced,  care 
being  taken  to  make  it  air-tight.  The  substance  vaporizes  quickly 
in  the  heated  wide  portion  of  the  tube.  Its  vapour  expels  air. 
from  the  apparatus:  the  air  is  collected  in  the  graduated  tube, 
and  its  volume  is  equal  to  that  of  the  vapour.  While,  however, 
the  air  in  the  hot  part  of  the  apparatus  hiis  the  local  temperature. 


Fig.  4.— Victor  Meyer's 
Vapour- DENSITY  Appa- 
ratus. 
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in  the  graduated  tube  it  acquires  the  temperature  of  the  latter,  and 
this  must  be  considered  in  making  the  calculation.  The  experi- 
ment gives  a  volume  equal  to  that  which  the  weighed  portion  of 
the  substance  in  the  form  of  vapour  would  occupy,  if  it  were 
possible  to  convert  it  into  a  gas  at  the  ordinary  temperature  and 
Under  the  barometric  pressure. 

For  ease  of  manipulation  this  method  leaves  nothing  to  be 
'desired.  It  possesses,  moreover,  the  great  advantage  over  the 
other  methods,  that  it  is  not  necessary  to  know  the  temperature 
to  which  the  apparatus  has  been  heated,  this  not  being  employed 
in  the  calculation.  It  is  only  necessary  that  the  temperature 
should  remain  constant  during  the  short  time  occupied  by  the 
experiment. 

The  result  is  calculated  thus.  Suppose  that  g  mg.  of  the  sub- 
stance were  weighed  out,  and  yielded  V  c.c.  of  air,  measured  over 
water,  with  the  level  the  same  inside  and  outside  the  tube:  sup- 
pose further  that  the  barometric  pressure  were  //,  the  tempera- 
ture /,  and  the  tension  of  aqueous  vapour  6,  then,  at  a  pressure 
of  H  —  b  mm.  and  at  i^,  g  mg.  of  the  substance  would  occupy  a 
volume  of  V  c.c,  so  that  under  these  conditions  the  unit  of  volume 

(1  c.c.)  would  contain  y  mg.  of  the  substance. 

One  c.c.  of  hydrogen  hi  H —b  mm.  of  pressure,  and  at  t^, 
weighs  in  milligrammes 

0»0895         H-b 
1  +  0-00367^^  760  ' 

from  which  it  follows  that  the  vapour-density  D  referred  to  hy- 
drogen is 

n  ^  9  .   l  +  0-0Q367<      760 
V^     0-0895      ^//-6* 

The  molecular  weight  M  being  twice  the  deoMty, 

M  =  2Z). 

Victor  Meyer's  method  cannot  be  applied  to  substances  which 
decompose  when  boiled  at  a  pressure  of  one  atmosphere.  Such 
substances  can  often  be  converted  into  vapour  without  decomposi- 
tion at  diminished  pressure.     To  determine  the  vapour-density  of 
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such  substances  Hofmann's  method  can  be  employed.  This  was  in 
general  use  up  to  the  time  of  Victor  Meyer's  discovery,  but  it  is 
now  seldom  employed,  being  much  more  complicated.  In  Hof- 
mann's  method  a  weighed  quantity  of  the  substance,  contained  in 
a  very  small  bottle  with  a  ground  glass  stopper,  is  introduced  into 
the  vacuum  of  a  barometer  tube,  divided  into  tenths  of  a  cubic  cen- 
timetre. This  tube  is  surrounded  with  a  glass  jacket  through  which 
IS  passed  the  vapour  of  a  boiling  liquid,  its  boiling-point  being  higher 
than  that  of  the  substance  in  the  vacuum.  The  data  necessary  for 
calculating  the  vapour-density  are  obtained  by  reading  the  volume 
occupied  by  the  substance  in  the  gaseous  state,  the  height  of  the 
mercury  in  the  tube,  the  atmospheric  pressure,  and  the  tempera- 
ture of  the  apparatus. 

12.  Two  other  methods  are  often  employed  in  the  determina- 
tion of  the  molecular  weights  of  organic  compounds.  They  are 
based  on  the  laws  of  osmotic  pressure,  and  involve  the  determi- 
nation of  the  depression  of  the  freezing-point  or  the  elevation  of 
the  boiling-point  of  a  dilute  solution  of  the  substance,  referred 
to  the  freezing-point  or  boiling-point  respectively  of  the  pure 
solvent  ("Inorganic  Chemistry,"  40-43). 

In  practice,  it  is  necessary  to  determine  first  the  freezing-point 
of  the  solvent;  for  example,  that  of  phenol.  Then  one  gramme- 
molecule  of  a  substance  of  known  molecular  weight  is  dissolved 
in  a  known  weight — that  is,  in  a  known  volume — of  the  solvent. 

It  lowers  the  freezing-point  by  a  certain  amount,  which  is 
always  the  same  for  the  same  solvent,  no  matter  what  the  substance 
may  be,  provided  that  the  volume  of  solution,  containing  one 
gramme-molecule,  is  the  same.  The  depression  of  the  freezing- 
point  caused  by  a  gramme-molecule  is,  therefore,  a  constant  for 
this  solvent.  If  a  one  per  cent,  solution  of  a  substance  of  unknown 
molecular  weight  M  be  made  in  phenol,  and  the  depression  (A) 
of  the  freezing-point  of  this  determined,  then 

ilM= Constant; 

because  the  depression  of  the  freezing-point  is,  between  certain 
limits,  proportional  to  the*  concentration. 

It  is  evident  that  this  formula  is  equally  applicable  to  the 
elevation  of  the  boiling-point.  Here  M  is  the  only  unknown 
quantity,  and  can  be  calculated  from  this  equation. 
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The  product  AM  is  called  the  molecular  depression  of  the  freezing- 
point  or  the  molecular  elevation  of  the  boiling-point  of  the  solvent. 

Example, — ^Numerous  determinations  have  proved  that  when 
phenol  is  used  as  the  solvent  the  molecular  depression  of  its 
freezing-point  is  equal  to  75.    We  have  then  for  phenol 

AM  "75. 

A  solution  of  2 -75  per  cent,  concentration  was  prepared  by  dis- 
solving 0-3943  g.  of  a  substance  of  empirical  formula  C|H|ONa  in 
14  -34  g.  of  phenol.    The  depression  of  this  solution  was  0-712°.    For 

a  one  per  cent,  solution  the  depression  would  have  been  -;r  -^  =- 

2«75 

0-258,  therefore  A  «  0-258.    It  follows  that  the  molecular  weight  is 

75 


0-258 


291. 


Since  CyHyON,  corresponds  to  the  molecular  weight  135,  and 
CUH14O2N4  to  270,  the  latter  comes  nearest  to  the  molecular  weight 
found,  so  that  twice  the  empirical  formula  must  be  assigned  to  the 
compound. 

The  laws  of  osmotic  pressure  only  hold  when  the  solutions  are 
very  dilute.  This  is  also  true  of  the  equation  ^M= Const.,  since 
it  is  derived  from  these  laws. 

It  is  not  strictly  correct  to  determine  A  by  means  of  a  solu- 
tion of  finite  concentration,  as  is  done  in  the  example  given. 

To  determine  M  accurately,  the  value  of  A  should  be  derived 
from  a  solution  of  infinite  dilution;    but  as  this  is  not  possible, 

Eykman  has  described  the  following 
graphic  method  of  determining  A  for 
such  a  solution^  .4  is  determined  for 
three  or  four  concentrations,  and  the 
values  obtained  are  represented  graphic- 
ally as  in  Fig.  5,  in  which  the  values 
of  A  are  the  ordinates,  and  those  of 
the  percentage-strengths  of  the  solu- 
tions are  the  abscissae.  Eykman  states 
that  very  often  the  line  drawn  through 
the  tops  of  the  ordinates  is  very  nearly 
straight.  If  it  is  produced  till  it  cuts  the  ordinate  OA,  OPq  gives 
the  value  of  A  for  infinite  dilution. 
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Fig.  5. — ^Eykman's  Graphio 
Method. 
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13.  The  constants  for  the  molecular  depression  of  the  freezing- 
point  of  a  number  of  solvents  are  given  in  the  following  table: 


Meltiiic-l>oiDt. 

Molecular  Depression. 

Solvent. 

Observed. 

Calculated. 

Water 

0° 
16.5° 

6° 

5° 
39-6° 
80° 
48-7° 
53° 
42-5° 

19 

39 

53 

70 

75 

69 

51.4 

45 

52-4 

18-9 

Acetic  acid 

38-8 

Benzene 

53 

Nitrobenzene 

69*5 

Phenol 

77 

Naphthalene '. . . 

69-4 

Urethane 

Stearic  acid 

• 

p-Toluidine 

The  last  five  solvents  are  very  useful,  and  are  better  than 
glacial  acetic  acid,  which  is  still  often  employed,  because  they  are 
not  hygroscopic.  Moreover,  they  melt  above  the  ordinary  tem- 
perature, so  that  a  cooling  agent  is  imnecessary,  and  their  con- 
stants are  high. 

The  following  table  shows  that  the  molecular  elevations  of  the 
boiling-point  are  usually  smaller  than  the  molecular  depressions  df 
the  freezing-point. 


Boiling-point. 

Molecular  Elevation. 

Solvent. 

Observed. 

Calculated. 

Water 

100° 

35.6° 

78.0° 
80.4° 
61.0° 
56.3° 

5.1 
22.1 
11.3 
26-0 
35.0 
17.3 

5.2 

Ether     

21-1 

Ethyl  alcohol 

11-5 

Benzene 

26-7 

Chloroform 

36-6 

Acetone 

16. 7 

The  numbers  in  the  last  column  of  the  tables  are  calculated 

from  VAN  't  Hoff's  formula 

0.02X^2 


K^ 


W 


K  being  the  molecular  depression  or  elevation,  T  the  freezing-point 
or  boiling-point  on  the  absolute  scale,  and  W  the  latent  heat  of 
fusion  or  of  evaporation  per  kilogramme  of  the  solvent. 

14.  EykHiIAN  has  constructed  convenient  apparatuses  for  the 
determination  of  the  depression  of  the  freezing-point  and  the 
elevation  of  the  boiling-point.     The  first  (Fig.  6)  comprises  a  small 


18 


ORGANIC  CHEMISTRY, 


[§15 


thermometer  divided  into  twentieths  of  a  degree  with  a  small 
flask  attached  as  shown  in  the  figure,  this  being  contained  in  a 
glass  cylinder:  it  is  held  at  the  top  by  a  stopper,  and  supported 
underneath  by  cotton-wool.  The  latter  has  the  effect  of  making 
the  cooling  take  place  slowly.  Being  a  poor  conductor  of  heat, 
the  cotton-wool  retards  cooling.  A  weighed  quantity  of  the  solvent 
is  placed  in  the  flask,  and  its  freezing-point  determined.  Then 
a  known  weight  of  the  substance  is  introduced,  and  the  freezing- 
point  again  observed.  From  the  depression  of  the  freezing-point 
thus  obtained  A  can  be  calculated  as  in  the  example  given  (12). 


Fig.  6.— Eykman's 
Depressim  eter. 


Fig.  7. — Eykman's  Boiung- 
poiNT  Apparatus. 


15.  Eykman's  apparatus  (Fig.  7)  for  determining  the  eleva- 
tion of  the  boiling-point  comprises  a  thermometer,  and  two  glass 
vessels,  A  and  B.  The  tube  A  is  about  40  cm.  long  and  4  cm. 
wide,  and  serves  both  as  a  heating  jacket  for  the  pure  solvent, 
and  as  an  air-condenser.     Into  By  which  is  only  a  few  millimetres 
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narrower  than  A,  there  is  fused  the  boilmg-tube  C,  with  a  narrow 
side-tube  D.  C  is  suspended  from  the  clamp  K  by  a  platinum  wire, 
P,  twisted  round  its  neck,  and  can  be  raised  or  lowered  at  will. 
The  thermometer-scale  is  divided  into  tenths  of  a  degree,  the 
graduations  being  about  one  millimetre  apart,  so  that  with  the 
aid  of  a  lens  it  is  possible  to  read  to  one-hundredth  of  a  degree. 
Besides  giving  the  boiling-point,  the  graduated  scale  of  the  ther- 
mometer also  serves  to  indicate  the  volume  of  solution  contained 
in  (7.  For  this  purpose  the  vessel  C  with  the  thermometer  placed 
in  it  must  be  calibrated  by  a  gravimetric  or  volumetric  method. 

When  using  the  apparatus  the  solvent  is  introduced  into  C 
until  the  level  of  the  liquid  has  risen  to  that  of  the  first  gradu- 
ation on  the  thermometerrscale,  from  5  to  10  c.c.  being  needed. 
About  40  or  50  c.c.  of  the  solvent  are  poured  into  the  jacket  A, 
and  the  apparatus  heated  with  a  micro-burner,  using  a  large  flame 
at  first.  When  ebullition  has  begun,  the  size  of  the  flame  is  re- 
duced so  that  the  vapour  is  completely  condensed  in  the  tube  A 
at  a  height  shown  in  the  figure  by  the  letters  A  or  E. 

When  the  liquid  has  boiled  at  a  constant  temperature  for  a  short 
time,  the  height  of  the  mercury  is  noted,  and  the  clamp  raised  so 
that  the  open  end  of  the  boiling-tube  C  is  some  centimetres  above 
the  top  of  the  jacket  A.  A  weighed  quantity — 1-2  milligramme- 
molecules — of  the  substance  under  investigation  is  then  introduced 
into  C  from  a  tared  weighing-tube,  and  C  gently  lowered  to  its 
former  position  in  the  jacket.  While  the  weighing-tube  is  being 
weighed  to  ascertain  how  much  substance  has  been  added,  the 
boiling-point  of  the  solvent  will  have  become  constant.  This  is 
noted,  the  boiling-tube  C  again  raised  by  the  aid  of  the  clamp  K, 
and  the  volume  accurately  determined  by  reading  with  a  lens  the 
height  of  the  solution-meniscus  on  the  thermometer-scale. 

A  second  determination  is  made  with  a  solution  of  greater 
concentration  by  introducing  a  further  quantity  of  the  substance 
from  the  weighing-tube,  and  repeating  the  series  of  operations 
just  described.  Since  very  little  more  time  is  needed  for  each 
operation  than  is  required  to  tare  the  weighing-tube  and  its  con- 
tents, a  series  of  determinations  at  different  concentrations  can 
be  quickly  made,  and  the  results  plotted  on  squared  paper.  From 
the  curve  thus  obtained  the  value  of  A  for  infinite  dilution  can 
be  readily  calculated  (12). 


V- 
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THE  ELEMENT  CARBON. 

i6.  Carbon  occurs  in  three  allotropic  forms:  diamond^  graphite, 
and  amorphous  carbon.  For  a  description  of  these  the  reader  is 
referred  to  "Inorganic  Chemistry,"  176-179,  which  also  treats  of 
the  compounds  of  carbon  with  metalloids  and  metals,  as  well  as 
with  the  determination  of  its  atomic  and  molecular  weights.  The 
evidence  in  favour  of  the  assumption  that  the  molecule  of  carbon 
contains  a  great  number  of  atoms  is  there  set  forth. 

Confirmation  of  this  view  is  afforded  by  a  consideration  of  the 
relation  subsisting  between  the  boiling-points  of  the  compounds 
,  ', '  ,  '  of  carbon  and  of  hydrogen.  If  these  be  denoted  by  the  general 
-  formula  CnH2n-p,  then,  even  when  n  and  p  are  both  large  num- 
bers, the  boiling-points  of  these  substances  are  relatively  low,  and 
rise  with  the  increase  of  both  n  and  p.  For  carbon  itself,  2n  =.  p, 
and,  on  account  of  the  extraordinary  non-volatility  of  this  sub- 
stance, the  value  of  n  must  be  very  great. 

In  direct  opposition  to  these  arguments  for  the  assumption  of  a 
high  molecular  weight  for  carbon  is  the  considerable  depression  pro- 
duced in  the  freezing-point  of  iron  by  addition  of  a  small  proportion 
of  carbon.  Pure  iron  melts  at  about  1600°,  but  addition  of  4 '3  per 
cent,  of  carbon  lowers  the  melting-point  to  1130°.  The  molecular 
depression  of  iron  is  not  large,  as  is  proved  by  comparing  the 
melting-points  of  iron-alloys  containing  a  small  percentage  of  alumin- 
ium or  nickel  with  the  melting-point  of  pure  iron.    In  the  equation 

AM  =  Constant 

the  constant  has  thus  a  relatively  small  value.     Therefore,  the  value 
of  A  being  great,  Mf  the  molecular  weight  of  carbon,  must  be  small. 
It  is  evident  that  the  determination  of  the  value  of  the  molecular 
weight  of  carbon  is  a  problem  still  awaiting  solution. 

VALENCE. 

17.  The  subject  of  valence  is  treated  of  in  "Inorganic  Chem- 
istry," 76.  With  univalent  elements  carbon  forms  compounds  of 
the  type  CX4.  It  is  therefore  quadrivalent,  and  it  is  on  this  founda- 
tion that  the  whole  superstructure  of  organic  chemistry  rests. 

The  compound  CO2  is  al«o  an  instance  of  the  quadrivalence  of 
carbon.  In  carbon  inonoxid(^  CO,  on  the  other  hand,  the  carbon 
atom  must  be  looked  upon  as  bivalent,  at  least  if  the  bivalence  of 
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oxygen  is  retained.  Other  compounds  are  well  known  in  which  car- 
bon may  be  looked  upon  as  bivalent,  but  their  number  is  very  small 
in  comparison  with  those,  numbering  many  thousands,  in  which 
carbon  must  be  regarded  as  quadrivalent. 


LABORATORY-METHODS. 

i8.  To  prevent  repetition,  it  is  desirable,  before  proceeding 
with  the  description  of  organic  compounds,  to  give 
a  short  account  of  the  most  important  operations 
vised  in  their  preparatiop  and  investigation. 

Heating  Substances  'Together. — ^This  process  is 
very  often  used  to  induce  reaction  between  bodies, 
since  the  velocity  of  reactions  increases  largely 
with  rise  of  temperature  C*  Inorganic  Chemistry," 
13    and    104).     Details   vary   according   to    the 
temperature  to  be  attained.     If  this  is  consider- 
ably below  the  boiling-point  of  the   most   vola- 
tile compound,  they  are  simply  mixed  together  in 
a  flask  fitted  with  a  thermometer,  as  in  Fig.  8. 
The  flask  is  immersed  in  an  air-bath  formed  of  a 
vertical  iron  cylinder  closed  at  the  lower  end,  a 
piece   of   stove-pipe  being  very    suitable.     The 
upper   end   is    closed  with  a   sheet  of   asbestos 
mill-board,  with  an  opening  for 
the  neck  of  the  flask.     Should, 
however,    the    boiling-point    of 
one  of  the  substances  be  reached 
or  overstepped,  thei  flask  must 
be  connected  with  a  condenser, 
as  in  Fig.  9.     The  invention  of 
this  form  of  condensing  appa- 
ratus is   usually  attributed   to 
LiEBiG,  although  it  was  first  con- 
structed by  Weigel  in  1771.    It 
consists  of  a  glass  tube  aa,  en- 
closed in  a  jacket  b  of  glass  or  r.  _    o      u  ,-       ^       ^ 

1    ^i_         1-      u-  u         X  ^^^'  Ji— Heating    Fig.   9.  — Flask 

metal,  through  svnicn  a  stream     Substances  in  an        with  Reflux- 

of   cold   water   can   pass.     For     ^^^^  ^^^^^'  condenser. 

substances  of  high  boiling-point  a  plain  vertical  glass  tube  may 


\ 


22 


ORGANIC  CHEMISTRY. 


[Jl»t20 


be  substituted:  it  Ls  called  an  ^'air-condenser/'  being  sufficiently 
cooled  by  the  air  alone.  The  effect  of  the  condenser  is  evident: 
the  boiling  liquid  is  condensed  in  it  and  drops  back  into  the  flask. 


Pig.  10. — ^Distillation-apparatus. 

When  substances  have  to  be  heated  above  their  boiling-points, 
they  are  placed  in  a  thick- walled  glass  tube  sealed  at  one  end: 
this  is  then  sealed  at  the  other,  and  heated  in  a  tube-furnace 
(9,  t^  ig.  3). 

19.  Distillation. — ^The  apparatus  shown  in  Fig.  10  may  be  u&ed, 

but  if  the  liquid  to  be  distilled 
is  of  such  a  nature  that  it  would 
become  contaminated  by  the 
action  of  its  vapour  on  the  cork 
or  rubber  stopper  shown  in  the 
figure,  a  distill  ing-flask  (Fig.  11) 
is  substituted,  and,  if  its  neck 
is  sufficiently  long,  contact  of  the 
yapour  with  the  stopper  during 
distillation  is  prevented. 

20.  At  the   ordinary  pressure 
many  substances  decompose  on 
heating    to    their    boiling-points, 
but   distil   unchanged   under  di- 
minished   pressure,    because    the 
Fig.  11.— Fractionatino-flask.      boiling-point  is  then  much  lower. 
The  apparatus  shown   in   Fig.  12  can   be  used  for  vacuum-dis- 
tillation. 
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The  liquid  to  be  distilled  is  placed  md,  A  glass  tube  6,  drawn 
out  to  a  very  fine  point,  dips  into  the  liquid,  and  a  thermometer 
is  placed  in  it.  As  soon  as  the  apparatus  has  been  made  vacuous 
by  the  water-pump  w,  a  stream  of  small  bubbles  of  air  escapes 
from  the  fine  point  of  the  tube  e,  and  serves  to  prevent  the  violent 
"bumping"  which  otherwise  occurs  when  liquids  are  boiled  under 
diminished  pressure.  This  bumping,  caused  by  the  sudden  and 
intermittent  formation  of  vapour,  sometimes  causes  boiling  over, 
or  fracture  of  the  flask.  The  receiver  b  is  kept  cool  by  a  stream 
of  water  from  c.    m  is  a  mercury  manometer:  a  is  a  two-way 


FiQ.  12. — Distillation  in  Vacuum. 

stop-cock  which  permits  access  of  air  to  the  apparatus  after  the 
distillation,  and  also  serves  to  cut  off  the  connection  between  the 
air-pump  and  the  rest  of  the  apparatus  when  the  pump  "strikes 
back  ";  that  is,  when  the  water  rises  through  the  tube  s  into  the 
apparatus. 

21.  The  separation  of  a  mixture  of  volatile  substances  is  effected 
hy  fractional  distillation.  If  a  mixture  of  two  liquids,  boiling,  for 
example,  at  100®  and  at  130®,  is  distilled,  more  of  that  boiling  at 
100®  distils  over  at  the  beginning,  and  more  of  that  boiling  at  130® 
at  the  end,  of  the  operation.  If  the  distillate  passing  over  below 
110®  is  collected  separately  in  one  fraction,  and  similarly  that 
between  120®  and  130®,  a  rough  separation  is  effected,  while  the 
middle  fraction  still  consists  of  a  mixture.     To  make  the  separa- 
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tion  as  complete  as  possible,  the  fraction  lOO^-llO®  is  returned 
to  the  fractionation-flask  and  distilled  till  the  thermometer  reaches 
110°,  the  fraction  110°-120°  then  mixed  with  the  residue  in  the 
fractionation-flask,  and  the  distillation  then  continued  till  the 
thermometer  again  stands  at  110°.  The  receiver  is  changed,  and 
the  distillation  renewed  till  the  thermometer  reaches  120°.  The 
fraction  120°-130°  is  then  added  to  the  liquid  in  the  distillation* 


Bkhpbl.  Wurtz.  Linnsmax. 

Fia.  13. — Fractionatinq-columns. 

flask,  and  the  distillate  collected  in  the  same  receiver,  until  the  ther- 
mometer again  indicates  120°.  The  portion  distilling  subse- 
quently is  collected  separately.  By  several  repetitions  of  this  process 
it  is  possible  often  to  effect  an  almost  complete  separation,  it  being 
usually  advantageous  to  collect  the  fractions  between  narrower 
limits  of  temperature,  and  thus  to  increase  their  number. 

The  separation  is  much  facilitated  by  using  a  fractionating- 
column  (Fig.  13)  connected  to  the  neck  of  the  boiling-flask:    it 
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condeDses  the  less  volatile  part  of  the  vapour,  as  it  contains  bulbs, 
platinum-gauze,  or  glass  beads,  to  increase  the  cooling  surface. 

The  best  forms  of  fractionating-apparatus  are  so  arranged  that 
the  vapour  passes  through  the  condensed  liquid  contained  in  one 
vessel  into  another  vessel  placed  above  the  jBrst.  Thus,  the  most 
volatile  portions  of  the  liquid  distil,  the  constituents  of  higher 
boiling-point  returning  to  the  distillation-flask. 

22.  A  mixture  of  liquids  cannot  always  be  separated  by  frac- 
tional distillation.  The  possibility  of  separation  depends  on  the  fol- 
lowing considerations.  If  two  liquids  with  different  vapour-tensions 
are  mixed  so  that  a  small  quantity  of  one  is  continually  added  to  the 
other,  it  is  often  found  that  the  vapour-tension  of  this  mixture,  the 
temperature  remaining  the  same,  rises  or  falls  continually ;  till  finally, 
when  a  great  excess  of  the  second  liquid  has  been  added,  the  vapour- 
tension  of  the  latter  is  very  nearly  reached.  This  is  graphically  rep- 
resented by  the  line  AB  in  Fig.  14.  The  vapour-tensions  of  the 
mixtures  all  lie  between  those  of  the  two  pure  substances,  which 
constitute  the  maximum  B  and  minimum  A  for  the  whole  series. 
It  has  been  shown,  however,  that  sometimes  a  mixture  is  thus  ob- 
tained of  maximum  (Fig.  15)  or  minimum  (Fig.  16)  vapour-tension. 
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Fig.  15. 
Fractional- DISTILLATION  Curves. 
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Fig.  16. 


It  is  then  impossible  to  effect  separation  by  fractionating,  because 
the  most  volatile  portion  of  a  liquid  always  distils  first,  and  for  a 
mixture  of  maximum  vapour-tension,  this  is  the  most  volatile  por- 
tion of  an  arbitrary  mixture  of  the  two  liquids.  On  this  account 
there  will  be  finally  obtaijied  a  fraction  having  the  composition  of 
the  mixture  with  maximum  vapour-tension:  which  substance  will 
be  obtained  in  the  pure  state  will  depend  upon  which  w^as  presen 
in  the  original  mixture  in  greater  proportion  than  in  the  mixture 
of  maximum  vapour-tension. 
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If  there  exists  a  mixture  of  two  liquids  with  minimum  vapour- 
tension,  it  is  the  least  volatile  part  of  the  liquid,  and  it  will  be  the 
final  residue  after  distillation.  Which  substance  can  be  obtained 
pure  from  the  mixture  will  again  depend,  as  before,  on  the  ratio 
of  the  quantities  of  the  two  liquids  originally  present. 

For  a  maximum  or  minimum  of  the  vapour-tension,  the  com- 
position of  the  vapour  is  the  same  as  that  of  the  liquid,  as  is 
proved  by  the  following  consideration.  Were  it  otherwise,  the 
composition  of  the  liquid  would  change  during  the  evaporation,  and 
would  no  longer  be  represented  graphically  by  the  abscissa  of  the 
maximum  or  minimum  point;  that  is,  the  vapour-tension  would  not 
be  a  maximum  or  minimum. 

The  separation  of  a  mixture  of  liquids  by  fractionation  is  also 
impossible  when  the  boiling-points  of  its  constituents  are  close 
together,  because  the  essential  characteristic  of  the  whole  method 
consists  in  the  unequal  volatility  of  the  portions  composing  the 
mixture,  resulting  in  the  distillation  of  one  substance  before  the 
other.  If,  however,  the  substances  have  nearly  the  same  boiling- 
point,  then  both  attain  a  vapour-tension  of  one  atmosphere  at  al- 
most the  same  temperature;  in  other  words,  they  are  almost  equally 
volatile.  With  these  conditions  it  is  therefore  impossible  to  apply 
the  method  successfully. 

23.  Steam-distillation.  —  In  the  preparation  of  many  organic 
substances  a  crude  reaction-product  is  often  obtained  containing 
tarry  matter  along  with  the  required  compound.  To  free  the 
substance  from  this,  use  is  often  very  advantageously  made  of  the 
property  possessed  by  many  substances  of  distilling  in  a  current 
of  steam,  the  tarry  matter  remaining  behind.  Fig.  17  shows  the 
apparatus  employed  in  such  a  distillation. 

Water  is  boiled  in  the  can  a,  fitted  with  a  delivery-tube  c  and 
a  safety-tube  6,  the  evolved  steam  being  passed  into  the  bottom 
of  the  distillation-flask  d.  If  the  distillation  is  interrupted,  cooling 
causes  diminished  pressure  in  a,  air  being  then  able  to  enter  the 
tube  b.  If  b  were  not  used,  the  liquid  in  d  would  flow  back  into 
a,  owing  to  the  fall  in  the  steam-pressure. 

Steam-distillation  is  also  of  service  in  separating  compounds 
volatile  with  steam  from  others  not  volatile.  With  substances  in- 
soluble in  water,  the  distillate  is  a  milky  liquid,  because  the  water 
in  the  receiver  is  mixed  with  fine,  oily  drops.  There  is  also  an  oily 
layer  above  or  below  the  water. 
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When  distilling  with  steam  a  substance  insoluble  in  water,  the 
pressure  of  the  mixture  of  vapours  must  be  equal  to  that  of  the 
barometer,  since  the  liquid  is  boiling.  The  boiling-point  must  be 
lower  than  that  at  ordinary  pressure  of  the  lower-boiling  of  the  two 
substances,  because  the  partial  pressure  is^neoessarily  smaller  than 
the  total  pressure,  which  is  equal  to  that  of  the  atmosphere.  The 
same  result  is  therefore  obtained  as  by  distillation  at  diminished 
pressure;  that  is,  the  volatilization  of  the  substance  at  a  tem- 
perature lower  than  its  boiling-point  under  ordinary  pressure. 

Whether  a  substance  distils  quickly  or  slowly  with  steam  de- 
pends on  its  partial  pressure  and  on  its  vapour-density,  together  with 


Fio.  17.— Steam-disttllatton. 

the  values  of  these  ph5rsical  constants  for  water.  If  the  pressures 
are  p\  and  p?,  and  the  vapour-densities  d  and  ds,  the  quantities  dis- 
tilling simultaneously  are  pid  (substance)  and  pA  (water).  If  the 
ratio  pidrpiii  is  large,  the  substance  distils  with  a  small  quantity  of 
water,  the  distillation  being  quickly  completed.  The  reverse  takes 
place  when  the  ratio  p^di'.p^  is  small. 

Jambs  Walker  gives  the  following  example.  At  a  pressure  of 
760  mm.  a  mixture  of  nitrobenzene  and  water  boils  at  99°.  The 
steam  exerts  a  pressure  of  733  mm.,  so  that  the  tension  of  the  nitro- 
benzene-vapour is  27  mm.  Since  the  vapour-densities  of  water  and 
nitrobenzene  are  in  the  ratio  of  their  respective  molecular  weights, 
18  and  123,  the  proportion  of  water  to  nitrobenzene  in  the  distillate 
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should  be  as  733  X 18 :  27  X 123 ;  that  is,  approximately  as  4 : 1 .  Not- 
withstanding its  small  vapour-tension  at  the  boiling-point  of  the 
mixture,  the  quantity  of  nitrobenzene  which  passes  over  is  about  one- 
fifth  of  the  total  distillate,  the  rapid  volatilization  of  the  nitrobenzene 
being  due  to  the  fact^that  it  has  a  large,  and  water  a  small,  molecular 
weight.  Even  when  an  organic  compound  under  similar  condi- 
tions has  a  vapour-tension  of  only  10  mm.,  it  distils  with  steam 
sufficiently  rapidly  to  render  the  method  applicable  to  its  purifica- 
tion. 

34.  Separation  of  Tvx)  Immiscible  Liquids. — For  this  purpose, 
a  separatinff-funnel  (Fig.  18)  is  employed:  the  method  can  be 
inferred  from  the  drawing  without  further  explanation. 
It  is  also  applied  to  the  extraction  of  aqueous  solu- 
tions of  substances  soluble  in  a  volatile  liquid  im- 
miscible with  water,  such  as  ether,  petroleum-ether, 
chloroform,  carbon  disviphide.  The  solution  is  trans- 
ferred to  a  separating-funnel;  ether,  if  that  solvent 
is  selected,  is  added;  and  after  the  mouth  of  the 
funnel  haa  been  closed  by  a  glass  stopper,  the  two 
liquids  are  mixed  together  by  vigorous  shaking, 
whereupon  the  substance  dissolved  in  the  water 
passes  partly  into  the  ether.  The  ethereal  solution 
is  allowed  to  rise  to  the  surface,  and  separated  from 
the  water  by  opening  the  stop-cock  after  removal 
^'Lt^i'i^FUN-  of  ^^^  stopper.  The  water  dissolved  by  the  ether 
NEL.  during  the  shaking  is  removed  by  chloride  of  cal- 

cium, or  some  other  drying  agent,  and  finally  the  ether  is  distilled 
off.  When  the  dissolved  substance  is  only  slightly  soluble  in 
water,  and  easily  soluble  in  ether,  the  extraction  is  completed 
quickly .  it  is  then  possible  to  exhaust  the  aqueous  solution  almost 
completely  by  several  rep)etitions  of  the  process,  using  fresh  ether 
for  each  extraction.  Otherwise,  the  shaking  must  be  repeatedly 
carried  out,  and  even  then  the  extraction  is  imperfect. 

When  two  immiscible  solvents  are  simultaneously  in  contact  with 
a  substance  soluble  in  both,  the  latter  distributes  itself  so  that  the 
ratio  of  the  concentrations  reached  in  both  solvents  is  constant 
(law  of  Berth E lot).  If  a  quantity  X^i  of  the  substance  is  dis- 
solved in  a  quantity  I  of  the  first  solvent  (water),  and  this  solution 
extracted  with  a  quantity  m  of  the  second  solvent  (ether),  there  will 
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then  remain  a  quantity  X,  in  the  first  solution,  so  that  Xq  -Xi  has 
passed  into  the  second  solvent. 

The  value  of  the  quantity  X\  is,  in  accordance  with  the  above 
law,  given  by  the  equation 


Xi     pJTo-Xi  V     ^^  / 


X          X  — Xi 
for  -p  and  — ^ are  the  two  concentrations  after  agitation  with 

the  solvents,  and  K  is  the  number  expressing  the  constant  ratio,  or 
the  coefficierU  of  distribiUion  (German,  Teilungskoeffizienl). 

A  second  extraction  with  the  same  quantity  m  of  the  second 
solvent  gives 

Xs        irXl  — "  Xj  *  '    "   - 

or,  substituting  the  value  of  Xi  from  the  first  equation. 


and  for  the  nth  extraction, 


'-^•fc 


Kl   Y  ' 


Thus  Xii,  the  quantity  remaining  in  the  first  solvent  (water), 
diminishes  as  n  increases,  and  as  m  and  K  are  respectively  greater 
and  less.     CJomplete  extraction  is  impossible,   because  although 

( ■=)    can  approach  zero  very  closely,  it  can  never  become 

equal  to  it. 

Examples  will  facilitate  comprehension  of  this  formula.  Sup- 
pose the  problem  is  to  determine  how  often  1(XX)  c.c.  of  an  aqueous 
solution  of  benzoic  acid  must  be  extracted  with  200  c.c.  of  ether  to 
remove  all  the  benzoic  acid  from  the  solution.  In  this  instance 
/  =  1(XX)  c.c,  and  m=2(X)  c.c.  By  experiment  K  is  found  to  have 
approximately  the  value  i^n;  that  is,  if  the  concentration  of  the 
benzoic  acid  in  the  ethereal  solution  is  represented  by  80,  that  in 
the  aqueous  solution  is  expressed  by  1.  On  substituting  these 
values  for  l,  m,  and  K  respectively,  the  formula  becomes 

X  _     Kl     _      1000Xs\i         J_ 
Xo     m  +  K/"200  +  1000XA'"l7' 
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which  means  that  a  single  extraction  with  200  c.c.  of  ether  leaves  iV 
of  the  benzoic  acid  in  the  aqueous  solution.  After  three  extrac- 
tions with  200  c.c.  of  ether,  there  remains  only  ( —  1   ■"4013  ^^  ^^ 

acid,  so  that  the  extraction  of  the  acid  is  practically  complete. 

For  succinic  acid  X  -  6.    A  single  extraction  of  1000  c.c.  of  an 
aqueous    solution   of    this   acid    with    200    c.c.    of  ether    leaves 


6000 


30 
'—  of  the  acid  still  dissolved  in  the  water. 


200+6000  31 ;       -    ^P^*^ 

extraction  is  necessary  to  remove  all  the  succinic  acid  from   the 

aqueous  solution. 

It  can  be  further  shown  from  the  equa- 
tion by  the  use  of  the  differential  calculus 
that  with  a  given  quantity  of  the  second 
solvent  (ether)  a  more  complete  separa- 
tion is  effected  by  extracting  frequently 
with  small  quantities  than  by  using 
larger  quantities  a  correspondingly  fewer 
number  of  times. 


FlQ.    19. — FlIA-BRINQ- 
FLASK. 


Separation  of  Solids  and  Liquids. — 
This  is  effected  by  filtration,  a  process 
materially  accelerated  by  attaching  the 
funnel  with  a  rubber  stopper  to  a  flask 
a  (Fig.  19),  connected  through  6  to  a 
water  air-pump.  To  prevent  rupture  of 
the  point  of  the  filter-paper,  it  must  be 
supported  by  a  hollow  platinum  cone  c. 
25.  Separation  of  Solids  from  one  Another. — This  process  de- 
pends on  difference  in  solubility.  For  a  soluble  and  an  insoluble 
substance  the  operation  is  very  simple.  If  both  substances  are 
soluble,  the  method  of  fractional  crystallization  must  be  used. 
The  mixture  is  dissolved  in  the  minimum  quantity  of  a  boiling 
liquid:  on  cooling  the  solution  the  less  soluble  substance  crystallizes 
first.  The  mother-liquor  is  poured  off  just  as  crystals  of  the  second 
body  begin  to  separate,  and  the  second  compound  crystallized  either 
by  further  cooling  or  by  concentrating  the  liquid  by  evaporation. 
Several  repetitions  of  these  processes  are  essential  to  the  separa- 
tion. Even  when  the  pure  compounds  have  very  different  solu- 
bilities, the  method  is  not  free  from  difficulty,  because  the  solu- 
bility of  one  substance  may  be  very  considerably  modified  by  the 
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presence  of  another.    Water,  alcohol,  ether,  glacial  acetic  acid, 
benzene,  and  other  substances  are  employed  as  solvents. 

26.  From  the  forgoing  it  is  seen  that  solid  substances  are 
usually  purified  by  crystallization,  and  liquids  by  distillation.  It 
is  an  indication  of  purity  when  the  physical  constants 
remain  unchanged  after  the  substance  has  been 
purified  anew.  Although  every  physical  constant  could 
serve  this  purpose,  the  meUing-point  and  the  bailing- 
point  are  those  most  used,  because  they  are  easily 
determined,  and  slight  impurities  exercise  a  very 
material  influence  upon  them.  They  also  often  afford 
a  means  of  identifying  substances.  If  a  compound 
has  been  obtained  by  some  process,  and  is  supposed 
to  be  one  already  known,  it  is  strong  evidence  in 
favour  of  the  supposition  if  the  melting-point  and 
boiling-point  of  the  substance,  coincide  with  those  of 
the  compound  with  which  it  is  supposed  to  be  iden- 
tical. For  this  reason  determinations  of  melting-  ^ 
points  and  boiling-points  are  very  often  carried  out.  pj^    20  — Db- 

To  determine  the  melting-pointy  the  substance  is  termination 
placed  in  a  narrow  thin-walled  small  tube  sealed  at  J^J^^pqiot^^ 
one  end  (Fig.  20).  This  tube  is  attached  to  a  ther- 
mometer t,  the  bulb  of  which  dips  into  a  liquid  of  high  boiling- 
point,  such  as  concentrated  sulphuric  acid  or  liquid  paraffin  (33), 
the  viscosity  of  either  causing  the  small  tube  to  adhere  to 
the  thermometer.  The  tube  afc,  surrounding  the  bulb  of  the 
thermometer  and  the  little  tube,  is  loosely  fixed  in  a  small 
round  glass  flask  adc,  containing  the  same  liquid  as  the  tube 
ale.  When  adc  is  heated,  the  contents  of  the  tube  ale  are, 
warmed  uniformly,  and  the  moment  of  fusion  of  the  substance. 
at  which  the  thermometer  is  read,  can  be  very  accurately 
observed. 

The  boiling-point  is  determined  by  heating  the  liquid  to  boil- 
ing in  a  fractionation-flask  with  a  high  side-tube.  Short  ther- 
mometers are  used,  so  that  the  whole  of  the  mercury  column  is 
surrounded  by  the  vapour  of  the  boiling  liquid.  To  avoid  in- 
conveniently small  graduations,  these  thermometers  are  con- 
structed so  that  they  can  only  be  employed  for  a  comparatively 
small  range  of  temperature,  six  or  seven  different  instruments 
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Fig.  21. — Pyknombter. 


being  used  for  temperatures  between  0°  and  360°.    These  are 
called  ''abbreviated"  thermometers. 

27.  Sometimes  physical  constants  other  than  the  melting-points 
and  boiling-points  are  determined  in  the  investigation  of  organic 
compounds.     1.  The  specific  gravity  can 
be  determined  with  the  pyknomctcr,  the 
most  useful  form  of  which  is  shown  in 
Fig.  21.     It  consists  of  two  thick-walled 
capillaries  ah  and  cd^  terminating  in  a 
wider  tube  he.    The  parts  aa  and  dd  are 
furnished  with  a  millimetre-scale.      The 
capacity  of  the  apparatus  is  first  deter- 
mined, as  well  as  that  of  the  space  be- 
tween two  divisions,  by  filling  it  several 
times  up  to  different  divisions  with  water 
of  known  temi)erature,  and  then  weigh- 
ing.    The  liquid  under  investigation  is  then  placed  in  the  apparatus, 
and  this  is  weighed  after  the  positions  of  the  menisci  in  the  capil- 
laries have  been  observed;   from  the  data  thus  obtained  the  specific 
gravity  can  be  calculated. 

2.  The  rotation  of  the  plane  of  polarization  is  another  constant  of 
importance. 

Some  substances,  such  as  turpentine,  a  solution  of  sugar,  etc., 
have  the  property  of  rotating  out  of  its  original  position  the  plane 
of  a  ray  .of  polarized  light  passing  through  them.  This  phenomenon 
is  called  the  rotation  of  the  plane  of  polarization^  and  substances  pos- 
sessing this  property  are  said  to  be  optically  active,  Polarimcters 
have  been  constructed  for  measuring  the  angle  through  which  the 
plane  of  polarization  has  been  rotated  by  an  optically  active  sub- 
stance: of  these  Laurent's  (Fig.  22)  is  one  of  the  best  knowTi.  The 
yellow  sodium-light  of  the  burner  TT  is  polarized  in  the  part  of  the 
apparatus  marked  BD,  and  then  passes  through  a  tube  of  known 
length  (200-500  mm.)  placed  in  the  channel  L.  This  tube  contains 
the  liquid  or  solution  under  examination.  The  part  OC  of  the  appa- 
ratus serves  to  measure  the  rotation  of  the  plane  of  polarization. 

The  extent  to  which  the  plane  of  polarization  is  rotated  is  pro- 
portional to  the  length  of  the  tube,  and  is  variously  expressed.  The 
rotation  of  a  substance  can  be  stated,  for  example,  in  terms  of 
the  effect  produced  by  a  given  length  of  the  tube  described.  The 
angle  of  rotation  is  read  off  directly  from  the  instrument,  and  is 
usually  denoted  by  a.  By  convention,  the  specific  rotatory  power 
is  defined  as  the  quotient  obtained  by  dividing  a  by  the  product  of 
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the  length  of  the  tube  into  the  specific  gravity  of  the  liquid.  This 
value  is  denoted  by  [a],  so  that 

where  I  is  the  length  of  the  tube,  and  d  the  specific  gravity  of  the 
liquid.  Under  these  conditions,  [a]  expresses  the  rotatory  power  of 
a  substance  per  unit  length  of  the  tube  (1  decimetre),  and  for  unit 
weight  of  the  substance  divided  into  the  unit  of  volume. 


Fia.  22. — Laurent's  Polarimeter. 


The  extent  of  the  rotation  is  dependent  on  the  colour  of  the  light. 
The  measurement  is  often  carried  out  with  sodium-light,  which 
gives  a  yellow  line  in  the  spectroscope,  denoted  by  D.  This  is  ex- 
pressed by  the  symbol  [a]^. 

When  the  rotatory  power  of  a  substance  is  small,  or  when,  on 
account  of  its  slight  solubility,  it  can  only  be  obtained  in  dilute  solu- 
tion, the  rotation  can  often  be  increased  by  adding  a  solution  of 
boric  acid,  molybdic  acid,  uranium  salts,  or  other  substances.  The 
cause  of  this  phenomenon  is 'not  fully  understood. 

It  is  often  important  to  determine  constants,  such  as  the 
index  of  refradiony  the  molecular  electric  conductivity,  the  heat  of 
combustion  and  others. 
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CLASSIFICATION  OF  ORGANIC  COMPOUNDS. 

28.  The  organic  compounds  are  very  numerous.  They  are 
usually  classed  in  two  main  divisions.  One  of  these  includes  the 
fatty  or  aliphatic  compounds,  and  the  other  the  aromaiic  com- 
pounds. The  first  owes  its  name  to  the  fact  that  the  animal  and 
v^etable  fats  belong  to  it;  the  second,  to  its  containing  many 
compounds,  among  the  first  to  be  discovered  in  this  division, 
characterized  by  an  agreeable  smell  or  aroma. 

The  aliphatic  compounds  and  the  aromatic  compounds  are 
regarded  as  being  derived  from  methane,  CH4,  and  benzene, 
GeHe,  or  compounds  related  to  them,  respectively. 

It  will  be  shown  later  that  there  are  important  differences 
between  the  general  properties  of  these  two  classes  of  compounds 


FIRST  PART. 
THE    ALIPjBATie    COMPOUNDS. 


SATXTRATED  HYDROCARBONS. 

29.  The  aliphatic  compounds  are  defined  in  28  as  those  derived 
from  met?uine,  CH4.  It  is,  therefore,  advisable  to  begin  the  study 
of  these  compounds  with  this  hydrocarbon. 

Methane  occurs  in  nature  in  the  gases  evolved  from  volcanoes. 
It  escapes  in  coal-mines  during  the  working  of  the  coal-seams,  and 
is  called  fire-damp  by  the  miners.  It  is  also  called  marsh-gas, 
being  present  in  the  gases  evolved  from  marshes  by  decay  of  vege- 
table matter.  It  is  an  important  constituent  of  coal-gas,  being 
present  to  the  extent  of  30-40  per  cent. 

It  can  be  obtained  by  the  following  methods. « 

1.  By    Berthelot's  synthesis.     A  mixture  of  H2S  and  CS2  ' 
is  led  over  red-hot  copper  contained  in  a  tube,  when  the  following 
reaction  ensues: 

2H2S + CS2 + 4Cu = 4CuS  +  CH4. 

2.  By  Sabatier  and  Senderens'  synthesis.  When  a  mixture 
of  hydrogen  and  carbon  monoxide  is  passed  over  reduced  nickel 
at  200^-250^,  methane  is  formed: 

CO+3H2=CH4  +  H20. 

The  nickel  undergoes  no  apparent  change,  and  can  be  used  re- 
peatedly. At  a  temperature  of  230°-300°,  carbon  dioxide  reacts 
similarly  with  hydrogen  in  presence  of  finely-divided  nickel: 

C02+4H2=CH4  +  2H20. 
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Reduced  cobalt  has  a  similar  action,  but  requires  a  somewhat 
higher  temperature. 

Since  CS2,  H2S,  CO,  and  CO2  can  be  obtained  by  direct  syn- 
thesis from  their  elements,  these  reactions  furnish  methods  of  pre- 
paring methane  synthetically. 

3.  By  the  action  of  water  on  aluminium  carbide: 

C3AI4+  12H20-3CH4+4Al(OH)3. 

Other  methods  of  preparation  are  referred  to  in  31,  82,  and  89. 

30.  Physical  and  Chemical  Properties. — Methane  is  an  odour- 
less and  colourless  gas  of  sp.  gr.  0«559  (air=l),  liquefying  at  11° 
and  180  atmospheres.  It  boils  at  — 160^,  and  solidifies  at  — 186°. 
It  is  only  slightly  soluble  in  water,  but  more  so  in  alcohol.  It  is 
decomposed  into  carbon  and  hydrogen  by  the  sparks  of  an  induc- 
tion-coil, or  in  the  electric  arc.  Oxidizing  substances,  such  as 
nitric  and  chromic  acids,  do  not  attack  it,  or  only  very  slightly^ 
while  concentrated  sulphuric  acid  and  strong  alkalis  have  no 
action  upon  it.  It  bums  with  an  almost  non-luminous  flame. 
When  mixed  with  air  or  oxygen  it  forms  a  violently  explosive 
mixture,  the  reaction  being  in  accordance  with  the  equation 

CH4 + 2O2 =002  +  2H2O. 

This,  so-called  "fire-damp'*  is  the  cause  of  the  explosions  which 
sometimes  occur  in  coal-mines.     Chlorine  and  bromine  react  with^ 
methane,  replacing  the  hydrogen  atoms  of  the  latter  by  halogen 
atoms,  and  forming  a  hydrogen  halide; 

CH4  +  2Cl  =  CHsCl  +  HCl. 

The  replacement  of  one  atom  by  another  is  called  svbstHviion, 
If  chlorine  or  bromine  is  present  in  excess,  the  final  product  is 
CCI4  or  CBr4. 

31.  There  exists  a  series  of  hydrocarbons  having  general  chem- 
ical properties  similar  to  those  of  methane.  Examples  of  these 
compounds  are  ethane  02116;  propane  CaHg,  butane  C4H10,  pen- 
tane  C5H12,  hexane  C6H14,  etc.,  pentatrxacontane  Qzb^Tii  and  hexa- 
contane  C6oHi22-  These  formula?  can  be  summed  up  in  the  general 
expression  CnH2n+2:  for  methane,  n  =  l.  The  hydrocarbons 
CnH2n+2  resemble  methane  in  their  power  of  rosiating  oxidation, 
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and  are  unacted  on  by  concentrated  sulphuric  acid,  while  halogens 
react  on  them  with  substitution  of  hydrogen  and  fomotation  of 
compounds  CnHzn+iCl,  CnH2nCl2,  and  so  on. 

The  higher  hydrocarbons  can  be  obtained  by  building-up 
from  those  lower  in  the  series.  For  example,  ethane  is  got  from 
methane  by  replacement  of  a  hydrogen  atom  by  halogen,  and 
treatment  of  the  halide  thus  obtained  with  sodium  or  calcium: 

2CH3H-Na2-C2He+2NaI. 

Propane  can  be  prepared  in  accordance  with  tne  following  equsr 
tion: 

CH3I 4-  CgHfil  +  Na2 = C3H84-  2NaI : 

and,  in  general,  CnH2n+2  is  obtained  by  the  action  of  sodium  upon 
CmH2m+iI-^6pH2p+iI,  whcn  m+p==n. 

In  addition  to  propane,  butane,  C4H0,  is  formed  from  2C,H5l, 
and  ethane,  CyHe,  from  2CH,I,  three  hydrocarbons  being  obtained. 
This  is  always  so  in  such  syntheses. 

Since  methane  can  be  prepared  synthetically,  it  is  evtdently 
possible  to  synthesize  each  hydrocarbon  of  the  formula  CnH2n-»-2- 

32.  Nomencldture, — The  hydrocarbons  CnH2n+2  are  always 
denoted  by  the  termination  "ane."  The  first  four  members, 
methane,  ethane,  propane,  and  butane,  have  special  names:  the 
othera  are  denoted  by  the  Greek  or  Latin  numeral  corresponding 
to  the  number  of  carbon  atoms.  Thus  CgHig  is  called  octane, 
C12H26  dodecane,  C31H64  hentriacontane,  and  so  on. 

It  will  often  be  necessary  to  consider  groups  of  atoms  un- 
obtainable in  the  free  state,  but  theoretically  derivable  by  re- 
moval of  a  hydrogen  atom  from  the  hydrocarbons  CnH2n4-2- 
These  groups  have  the  general  formula  CnH2n+if  and  are  called. 
alkyl-groups.  They  are  denoted  individually  by  changing  the 
termination  "ane"  of  the  corresponding  hydrocarbon  into  **yl." 
Thus  CH3  is  called  methyly  C2H6  ethyl,  C3H7  propyl,  C4H9  butyl, 
C12H26  dodecyl,  etc. 

The  hydrocarbons  CnH2n+2  bave  the  general  name  saturated 
hydrocarbons,  because  they  are  saturated  with  hydrogen;  that  is, 
are  unable  to  take  up  any  more  hydrogen  atoms  into  the  molecule. 
They  are  also  called  paraffins,  because  paraffin-wax  consists  of  a 
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mixture  of  the  higher  members.  The  word  paraffin  is  derived 
from  parum  afpnis,  and  indicates  the  stability  of  this  substance 
towards  chemical  reagents. 

33.  Occurrence  in  Nature, — The  hydrocarbons  CnH2n4.2  occur 
in  nature  in  enormous  quantities.  Crude  American  petroleum 
consists  of  a  mixture  of  a  great  number  of  these  compounds,  from 
the  lowest  to  the  highest  members  of  the  series.  Three  principal 
products  are  obtained  from  this  petroleum  by  fractional  distilla- 
tion, after  treatment  with  acids  and  alkalis  to  free  it  from  sub- 
stances other  than  hydrocarbons  of  the  formula  CnH2n+2-  The 
most  volatile  portion  is  called  petroleum-ether ,  benzine,  naphtha,  or 
ligroln:  it  distils  between  40°  and  150°,  and  contains  lower  mem- 
bers, chiefly  C6H14,  C7H16,  and  CgHig.  It  is  extensively  employed 
as  a  solvent  for  fats,  oils,  and  resins,  and  is  also  applied  to  the 
removal  of  stains  from  clothing  in  the  "dry-cleaning  process." 

The  portion  distilling  between  150°-300°  is  ordinary  petroleum, 
and  is  used  on  a  lai^e  scale  for  lighting  and  cooking. 

The  danger  involved  in  its  use  is  by  no  means  small,  a  large  num- 
ber of  accidents  by  fire  being  attributable  to  this  source.  The  fact 
that  fires  are  often  caused  by  the  overturning  of  petroleum-lamps 
is  traceable  to  the  presence  in  the  petroleum  of  a  part  of  the  more 
volatile  products,  and  to  their  vapour  producing  an  inflammable 
mixture  with  air.  When  a  lamp  filled  with  petroleum  freed  by 
careful  fractionation  from  constituents  of  low  boiling-point,  is  upset, 
the  flame  is  extinguished.  .  Petroleum  thus  purified  is  a  commercial 
product. 

To  ascertain  whether  a  sample  of  petroleum  contains  these  more 
volatile  products,  its  flash-point  is  determined  by  heating  it  slowly 
in  a  specially  constructed  apparatus,  devised  by  Sir  Frederick  Abel, 
and  observing  the  temperature  at  which  the  mixture  of  vapour  and 
air  over  the  petroleum  can  just  be  ignited.  Experience  has  shown 
that  there  is  no  danger  with  a  flash-point  of  40°  C.  (104°  F.).  Large 
quantities  of  petroleum  come  into  the  market  with  a  flash-point  of 
22°-24°  C.  (72°-75°  F.):  they  are  the  cheaper  kinds,  are  used  by 
the  largest  proportion  of  the  population,  and  constitute  a  great 
source  of  danger  from  fire.  It  would  be  very  advantageous  if  the 
law  insisted  upon  a  flash-point  of  about  40°  C.  or  104°  F.,  as  has 
already  been  done  in  some  countries. 

The  portion  of  the  crude  petroleum  which  does  not  distil  below 
300°,  but  remains  in  the  still,  is  named  "vaseline.'^     It  is  semi- 


5  34]  PETROLEUM.  39 

solid  at  ordinary  temperatures,  white  when  pure,  and  is  used  in 
pharmacy  in  the  preparation  of  ointments.  It  is  further  employed 
for  covering  the  surface  of  metallic  articles  to  protect  them  from 
oxidation,  for  this  purpose  being  better  than  fat,  because  the 
latter  turns  sour  and  then  attacks  the  surface  of  the  metal,  whereas 
vaseline  has  a  neutral  reaction,  and  remains  unchanged  in  the  air. 

As  already  mentioned,  parafjin-wax  is  a  mixture  of  the  highest 
members  of  the  series  CnH2n+2-  Some  kinds  of  crude  petroleum, 
notably  that  obtaiped  from  Java,  contain  considerable  quantities 
of  these  highest  members.  They  are  present  in  but  small  amount 
in  American  pettoleum. 

Liquid  jxirdfjin  is  a  product  of  high  boiling-point,  obtained  in 
the  dry  distillation  of  brown  coal. 

EarthrwaXf  or  ozokerite,  occurs  in  Galicia,  and  consists  chiefly 
of  paraffin.  This  substance  is  also  obtained  in  the  dry  distillation 
of  the  brown  coal  found  in  Saxony. 

34.  Petroleum  has  probably  been  formed  from  fats  under  the 
influence  of  high  temperature  combined  with  great  pressure,  Englbr 
having  obtained  a  liquid  very  similar  to  American  petroleum  by 
distilling  these  substances  under  increased  pressure.  Opinion  is 
divided  concerning  the  origin  of  these  fats.  According  to  some, 
they  come  from  fish ;  but  it  is  difficult  to  understand  how  the  enor- 
mous quantities  of  petroleum  found  in  some  places  could  have  this 
origin.  Another  explanation  attributes  its  formation  to  very  small 
oiiganisms,  called  diatoms:  they  were  present  in  enormous  numbers 
in  the  earlier  geological  periods.  They  produced  a  sort  of  wax,  and 
it  yielded  petroleum  when  distilled  under  pressure. 

Another  hjrpothesis  has  been  suggested  by  Moissan.  It  attrib- 
utes the  formation  of  petroleum  to  the  action  of  water  on  certain 
metallic  carbides  formed  by  the  intense  heat  of  volcanoes.  On 
treatment  with  water,  most  of  these  carbides  yield  gaseous  hydro- 
carbons, principally  methane  and  acetylene.  But  when  these  hy- 
drocarbons are  exposed  to  a  high  temperature  and  pressin-e  they  are 
converted  into  a  liquid  resembling  petroleum,  the  change  being  much 
facilitated  by  the  presence  of  hydrogen,  and  by  the  catalytic  influence 
of  finely-divided  metals,  such  as  iron  or  nickel.  Sabatier  and  Sen- 
DXHJSNS  have  thus  been  able,  by  varying  the  experimental  conditions, 
to  prepare  specimens  of  synthetical  petroleum  resembling  the  natural 
products  of  the  Caucasus,  Galicia,  and  America. 
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Homologous  Series. 

35.  Each  of  the  hydrocarbons  CnH2n+2  differs  in  composition 
from  the  rest  by  nXCH2,  as  the  general  formula  shows.  It  was 
pointed  out  (31)  that  this  difference  exercises  but  slight  influence 
on  their  chemical  properties. 

Whenever  organic  compounds  show  great  resemblance  in  their 
chemical  properties,  and  have  at  the  same  time  a  difference  in 
composition  of  nXCH2,  they  are  said  to  be  homologous,  the  name 
homologouB  series  being  given  to  such  a  group  of  compounds.  As 
will  be  seen  later,  many  of  these  series  are  known. 

It  is  easy  to  understand  how  much  this  simplifies  the  study  of 
organic  chemistry.  Instead  of  having  to  consider  the  chemical 
properties  of  each  compound  individually,  it  is  sufficient  to  do  so 
for  one  member  of  a  homologous  series,  as  this  gives  the  principal 
characteristics  of  all  the  other  members.  In  addition  to  the 
main  properties  common  to  the  members  of  a  homologous  series, 
each  individual  member  has  its  characteristics.  Except  in  a  few 
instances,  this  book  will  not  deal  with  the  latter,  because  they 
only  need  to  be  considered  in  a  more  extensive  survey  of  the  sub- 
ject. 

36.  The  jphysical  properties,  such  as  the  melting-points  and 
boiling-points,  specific  gravities,  and  solubilities,  of  the  members 
of  a  homologous  series,  generally  change  uniformly  as  the  number 
of  carbon  atoms  incrsasas.  In  general  it  may  be  said  that  the 
melting-points  and  boiling-points  rise  from  the  lower  to  the  higher 
members  of  a  homologous  series. 

A  table  of  some  of  the  physical  constants  of  a  number  of 
normal  (40)  menjbers  of  the  paraffin  series  is  given  on  p.  41. 

An  inspection  of  this  table  reveals  that  the  first  four  members 
are  gases  at  the  ordinary  temperature,  those  from  Cs  to  Cje  liquids, 
and  the  higher  members  solids.  Although  methane  is  odourless, 
the  liquid  members  have  a  characteristic  petroleum-like  smell; 
the  solid  members,  on  the  other  hand,  are  odourless.  All  are 
nearly  insoluble  in  water. 

It  should  be  further  remarked  that  the  differences  between  the 
melting-points  and  boiling-points  respectively  of  successive  mem- 
bers of  the  series  become  smaller  with  increase  in  the  number  of 
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carbon  atoms.   This  phenomenon  is  usually  found  in  homologous 
series. 


For- 
mula. 

Name. 

Melting- 
point. 

Observed 
Boiling- 
point. 

-160° 

Calculated 
Boiling- 
point. 

Specific  Gravity. 

C^ 

Methane 

-186° 

-166.3° 

0.415  (at  -160°) 

Ethane 

-172.r 

-    93° 

-  95.3^ 

0.446  (at  0°) 

C,H, 

Propane 

-    45° 

-  43.1° 

0.536  (atO°) 

ch7 

^Butane 

1° 

-     0.4° 

.0.600  (at  0°) 

Pentane 

36.4° 

36.4° 

0.627  (at  14°) 

C.H„ 

Hexane 

68-9° 

68.9° 

0.658  (at  20°) 

C,H„ 

Heptane 

98.4° 

98.3° 

0-683    "    " 

Q,H„' 

Octane 

125.6° 

125.1° 

0.702    "    " 

C^ 

Nonane 

-   51° 

149.5^ 

149.8° 

0.718    '*    " 

Decane 

-   31° 

173° 

172.8° 

0.730    "    " 

C.X 

Undecane 

-   26° 

194° 

194.3° 

0*774  at  melting-point 
0.773  "                '^ 

CltH« 

Dodecane 

-,12° 

214.5° 

214.6° 

c.!h. 

.Tetradecane 

4° 

252.5° 

252.0° 

0.775  " 

C  H^ 

Hexadecane 

18°  > 
379^ 

'   287.5° 

285.9° 

0.775  " 

C«H,^ 

Eicosane 

205°* 

0.778  " 

G^fC 

Heneicosane 

40°   > 
48°>/ 

215° 

0.778  " 

C^Z 

Tricosane 

234° 

0.779  " 

^H* 

Hentriacontane 

68°. 

302'? 

0.781  "               " 

qLh^ 

Pentatriacontane 

75° 

331°- 

0.782  "               " 

^» 

Hexacontane 

101° 

*  At  15  mm.  pressure,  and  the  same  for  those  following. 

For  the  boiling-points  these  differences  are  functions  of  the  ab- 
solute temperature.  Sydney  Young  has  induced  the  empirical 
formula 

144-86 


i- 


qi0'0l4S\/T 


giving  the  difference  in  boiling-point  of  two  successive  members  of 
the  series,  when  T  is  the  boiling-point  on  the  absolute  scale  of  the 
more  volatile  of  the  two  homologues.  The  boiling-points  in  the 
fifth  column  of  the  table  in  this  section  were  calculated  by  the  aid 
of  tuis  formula. 

The  expression  holds  not  only  for  ih\s  homologous  series  of 
hydrocarbons,  but  also  for  many  other  homologous  series.  The  dif- 
ferences between  the  calculated  and  observed  boiling-points  are 
greatest  for  the  lower  members.  For  some  homologous  series  the 
divergences  are  considerable,  but  can  usually  be  proved  to  be 
due  to  association  of  the  molecules  of  the  compound  in  the  liquid 
state;  that  is,  the  molecular  weight  in  this  condition  is  twice,  or  a 
higher  multiple  of,  that  in  the  normal  iijaseous  state. 


42  OBG AN IC  CHEMISTRY.  [{37 

Young's  formula  holds  for  normal  pressure,  760  mm.  For  the 
absolute  boiling-points  of  two  substances  a  and  6  the  simple  relatioo 

Tb  ■"  n 

often  obtains,  T  and  T'  being  the  absolute  boiling-points  of  the 
substances  at  the  same  arbitrary  pressure.  Otherwise  expressedy 
this  equation  means  that  the  ratio  of  the  boiling-points  at  differenl 
pressures  is  constant. 

Isomerism  and  Stnicttifs* 

37.  Only  one  substance  with  the  formula  CH4  is  known:  it 
is  methane.  Similarly,  there  is  only  one  compound  having  the 
formula  C2He,  and  one  with  the  formula  CsHg.  There  are,  how- 
ever, two  compounds  with  the  formula  C4H10  known,  three  with 
the  formula  C5H12,  five  with  the  formula  CeHu,  and  so  on.  The 
phenomenon  of  two  or  more  compounds  being  represented  by  one 
formula  is  called  isomerism  (2),  and  compounds  having  the  same 
formula  are  called  isomerides.  Isomerism  is  explained  by  a  con- 
cMeration  of  the  grouping  of  the  atoms  in  the  molecule. 

One  of  two  hypotheses  may  be  adopted.  In  the  first  place,  the 
arrangement  of  the  atoms  may  be  regarded  as  continually  chang- 
ing, a  molecule  being  represented  as  like  a  planetary  system,  the 
configuration  of  which  changes  from  moment  to  moment.  This 
hypothesis,  however,  cannot  explain  the  phenomenon  of  isomerism. 
For  example,  it  is  not  apparent  how  the  four  carbon  atoms  and 
ten  hydrogen  atoms  in  butane  c  uld  f  rm  two  different  substances 
if  the  arrangement  were  indet  vminate,  for  there  are  trUlions 
of  molecules  present  in  even  one  cubic  millimetre,  and  all  the 
possible  configurations  of  these  fourteen  atoms  must  therefore 
be  supposed  to  exist  at  any  instant. 

Isomerism  can  at  once  be  understood  by  assuming  a  definite 
and  unchanging  arrangement  of  the  atoms  in  the  molecule,  be- 
cause the  difference  in  the  properties  of  isomeric  compounds  may 
be  then  explained  by  a  difference  in  the  arrangement  of  equal 
numbers  of  the  same  atoms. 

A  definite  and  unchanging  arrangement  of  the  atoms  in  a  mole- 
cule does  not  involve  their  being  immovable  with  respect  to  one 
another.  For  example,  they  might  revolve  round  a  point  of 
equilibrium  without  alteration  in  their  order  of  succession. 
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38.  Since  the  phenomenon  of  isomerism  leads  to  the  assump- 
tion of  a  definite  arrangement  of  the  atoms  in  the  molecule,  it  is 
necessary  to  solve  the  problem  of  how  the  atoms  in  the  molecules 
of  different  compounds  are  arranged.  The  basis  of  the  solution 
is  the  quadrivalence  of  the  carbon  atom.  In  methane  the  arrange- 
ment of  the  atoms  may  be  represented  by  the  formula 

in  which  the  four  linkings  of  the  carbon  atom  act,  as  it  were, 
like  four  points  of  attraction,  each  holding  a  univalent  hydrogen 
atom  fast.  This  is  the  only  possibility,  because  the  hydrogen 
atoms  cannot  be  bound  to  one  another,  the  only  point  of  at- 
traction, or  single  linking,  of  each  being  already  in  union  with 
one  of  the  linkings  of  the  carbon  atom. 

The  arrangement  of  the  atoms  in  ethane,  C2He,  must  now 
be  investigated.  This  substance  can  be  obtained  by  the  action 
of  sodiiun  upon  methyl  iodide,  CH3T  (59),  with  a  quadrivalent 
carbon  atom,  three  univalent  hydrogen  atoms,  and  one  univalent 
iodine  atom.    It  must  therefore  be  represented  thus: 

Sodium  reacts  with  methyl  iodide  by  withdrawing  the  iodine 
atoms  from  two  molecules,  with  formation  of  ethane.  The  re- 
moval of  the  iodine  atom  has  the  effect  of  setting  free  the  carbon 
linking  previously  attached  to  this  atom,  with  the  production  of 
two  groups 


B^^C—. 


A/ 

Since  the*  formula  of  ethane  is  C2Hg,  it  is  evident  that  the  only 
possible  arrangement  of  its  atoms  is  that  having  the  two  free 
linkingsj^f  the  methyl-groups  united  to  one  another: 

H-^C^H. 
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The  arrangement  of  the  atoms  in  propane  can  be  determined 
in  an  exactly  analogous  manner.  It  was  mentioned  (31)  that 
propane  is  formed  by  the  action  of  sodium  on  a  mixture  of  methyl 
and  ethyl  halides.  Since  ethane  can  be  prepared  by  the  action 
of  sodium  on  methyl  iodide,  the  formula  of  an  ethyl  halide  can 
only  be 

* 
where  X  represents  a  halogen  atom. 

If  the  halogen  is  taken  away  from  this  and  from  methyl  iodide 
at  the  same  time,  the  residues  unite,  showing  that  propane  has  the 
structure 

H 
H\       I       /H 

H/     ^     \H 

or  shortly  H3C  •  CH2  •  CH3. 

Such  an  arrangement  of  symbols  expressing  the  configuration 
of  a  molecule,  and  indicating  the  form  or  structure,  is  called  a 
stncctural  or  constitutional  formula, 

39.  The  following  example  makes  it  clear  how  cases  of  isomer- 
ism can  be  explained  by  differences  in  structure.  One  of  the  five 
known  hexanes  boils  at  69*^,  and  has  a  specific  gravity  of  0-6583 
at  20-9°:  another  boils  at  58°,  and  has  a  specific  gravity  of  0-6701 
at  17-5®.  The  first  is  obtained  by  the  action  of  sodium  on  normal  ' 
propyl  iodide^  CH3-CH2-CH2I.  From  the  foregoing  it  follows 
that  this  hexane  must  have  the  structure 

CH3  •  CH2  •  CH2 — CH2  •  CH2  •  CH3. 

It  is  named  dipropijl,  on  the  assumption  that  it  has  been  formed 
by  the  union  of  two  propyl-groups. 

In  addition  to  this  normal  propyl  iodide,  an  isomeride  called 
\s6propyl  iodide  is  known.  Both  compounds  can  be  readily 
converted  into  propane,  CH3-CH2-CH3.  Assuming  that  the 
isomerism  is  due  to  a  different  arrangement  of  the  atoms  in  the 
molecule,  it  follows  that  the  isomerism  of  the  two  compounds 
C3H7I  can  only  be  explained  by  a  difference  in  the  position  occu- 
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pied  by  the  iodine  atom  in  the  molecuie,  because  the  arrangement 

of  the  atoms  in  propane  is  known,  and  the  propyl  iodides  only 

differ  from  propane  in  having  one  of  the  hydrogen  atoms  in  the 

latter  replaced  by  iodine,    /sopropyl  iodide  must  therefore  have 

the  structure 

H 

CH3"C-CH3, 

i 

if  the  constitution  of  normal  propyl  iodide  is  CH3-CH2*CH2l. 

The  hexane  boiling  at  58°  is  produced  by  the  action  of  sodium 
on  isopropyl  iodide,  and  consequently  must  have  the  structure 


CH3.CH.CH3    ^^     CH3^p„.^„^CH. 

CH; 


•CH-CH3  ^^8  ^^3 


Hence  it  is  called  dmopropyL 

Carbon  Chains. 

40.  The  forgoing  facts  evidently  make  it  reasonable  to  assume 
the  existence  of  a  bond  between  carbon  atoms  in  the  molecules 
of  organic  compounds.  This  band  is  a  very  strong  onCr  since  the 
saturated  hydrocarbons  resist  the  action  of  powerful  chemical 
reagents  (31).  The  property  possessed  by  carbon  atoms  of  com- 
bining to  form  a  series  of  many  atoms,  a  carbon  chain,  like  that 
in  the  hexanes  above  described,  furnishes  a  marked  distinction 
between  them  and  the  atoms  of  all  the  other  elements  which 
either  have  not  this  power,  or  have  it  only  in  a  very  inferior  de- 
gree. The  fact  that  the  number  of  carbon  compounds  is  so 
enormous  is  due  to  this  property,  in  conjunction  with  the  quadri- 
valence  of  the  carbon  atom. 

A  carbon  chain  like  that  in  dipropyl  is  said  to  be  normal. 
On  the  other  hand,  an  example  of  a  branched,  chain  is  fur- 
nished by  diwopropyl.  Each  carbon  atom  in  the  normal  chain 
is  linked  directly  to  not  more  than  two  others:  in  branched 
chains  there  are  carbon  atoms  directly  linked  to  three  or  four 
others.  A  normal-chain  compound  is  usually  denoted  by  putting 
n  before  its  name;  branched-chain  compounds  are  often  dis- 
tinguished by  the  prefix  isc. 
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A  few  other  definitions  may  find  a  place  here.  A  carbon  atom 
linked  to  only  one  other  carbon  atom  is  called  primary;  if  linked 
to  two  carbon  atoms  it  is  named  secondary;  if  to  three,  tertiary; 
if  to  four,  qualemary.  A  carbon  atom  situated  at  the  end  of 
a  chain  is  called  terminal.  The  carbon  atoms  of  a  chain  are  dis- 
tinguished by  numbers,  the  terminal  one  being  denoted  by  1, 
the  one  next  it  by  2,  and  so  on;  for  example, 

CHg  •CH2  •CH2  •CH3. 

12  3  4 

Sometimes  the  terminal  atom  is  denoted  by  a,  the  one  linked  to 
it  by  ^,  and  the  succeeding  one  by  f,  etc.,  but  a  terminal  Oatom 
in  a  CN-group,  CHO-group,  or  (X)OH-group,  is  distinguished  by 
u),  the  next  by  a,  and  so  on. 

Law  of  the  Even  Humber  of  Atoms. — The  number  of  hydrogen 
atoms  in  the  saturated  hydrocarbons  is  even,  since  their  formula 
is  CnHshi+a*  All  other  organic  compounds  may  be  regarded  as 
derived  by  exchange  of  these  hydrogen  atoms  for  other  elements 
or  groups  of  atoms,  or  by  the  removal  of  an  even  number  of 
hydrogen  atoms,  or  by  both  causes  simultaneously.  From  this  it 
follows  that  the  sum  of  the  atoms  with  uneven  valence  (hydrogen, 
the  halogens,  nitrogen,  phosphorus,  etc.)  must  always  be  an  even 
number.  The  molecule  of  a  substance  of  the  empirical  composition 
CgHjOgN  must  be  at  least  twice  as  great  as  this,  because  2H  +  1N 
is  uneven. 

Number  of  Possible  Isomerides. 

41.  The  quadri valence  of  the  carbon  atom,  coupled  with  the 
principle  of  the  formation  of  chains  of  atoms,  not  only  explains 
the  existence  of  the  known  isomerides,  but  also  renders  ]X)ssible 
the  prediction  of  the  existence  of  unknown  compounds.  Thus 
for  a  compound  C4H10  either  the  structure  CH3 -0112 '0112 'CHa  or 

OH 

^„3>CH-CH3  may  be  assumed,  and  there  are  no  further  possi- 
bilities.    Pentane  may  have  the  following  structural  formulae: 


(1)  CHs-CHz-CHz-CHa-CHa;    (2)  CH3-CH2-CH<^J; 
(3)  SS3>C< 


CHa^p^CHs 


I 
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For  hexane  the  following  five  are  possible: 

(1)  CH3-CH2-CH2.CH2;^H2-CH3;  (2)  CH3.CH2.CH2.CH<^{}3. 


(3)  CH3.CH2.CH.CH2CH3;     (4)  CH3-CH.CH.CH3; 
6H3  CH3CH3 

(5)  CHa-CHs-C^Hg. 
^CH3 

If  the  principles  given  above  be  assumed,  it  will  be  impossible  to 
find  structural  formulse  other  than  those  mentioned. 

Should  it  be  possible  actually  to  obtain  the  same  number  of 
isomerides  as  can  be  thus  predicted,  and  no  more,  and  should  the 
products  of  synthesis  or  decomposition  of  any  existing  isomeride 
necessitate  the  assumption  of  the  same  structural  formula  as  that 
required  by  the  theory,  these  facts  constitute  a  very  important 
confirmation  of  the  correctness  of  the  principles  upon  which  the 
theory  is  based.  This  correspondence  of  fact  with  theory  has  been 
proved  to  hold  good  in  many  instances,  and  therefore,  on  the  other 
hand,  affords  an  important  means  of  determining  the  structure  of 
a  new  compound,  because  if  all  the  structural  formulae  possible 
for  the  compound  according  to  the  theory  are  considered  in  turn, 
one  of  them  will  be  found  to  be  that  of  the  substance. 

Frequently  the  number  of  isomerides  actually  known  is  much 
smaller  than  that  which  is  possible,  because  the  number  of  possible 
isomerides  increases  very*  quickly  with  increase  of  the  number 
of  carbon  atoms  in  the  comp)ound.  Cayley  has  calculated  that 
there  are  nine  possible  isomerides  for  C7H16,  eighteen  for  CgHig, 
thirty-five  for  C9H20,  seventy-five  for  C10H22,  one  hundred  and 
fifty-nine  for  C11H24,  three  hundred  and  fifty-four  for  Ci2H26» 
eight  hundred  and  two  for  C13H28.  and  so  on.  Chemists  have  not 
tried  to  prepare,  for  example,  every  one  of  the  eight  hundred  and 
two  possible  isomerides  of  the  formula  Ci3H28»  because  their  atten- 
tion has  been  occupied  by  more  important  problems.  There  can, 
however,  be  no  doubt  as  to  the  possibility  of  obtaining  all  these 
compounds,  because,  as  mentioned  above,  the  methods  for  build- 
ing them  up  are  known,  and  there  would  therefore  be  no  theoretical 
diflSculties  in  the  way  of  these  experiments,  though  there  might 
be  hindrances  of  an  experimental  nature. 
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with  an  alky)  iodide,  the  reaction  must  be  supposed  to  take  place 
so  that  on  the  one  hand  the  iodine  atom  is  set  free  from  the  aikyl- 
group,  and  on  the  other  hand  the  silver  atom  from  the  hydroxyl 
group.  The  alkyl-group  and  the  hydroxyl-group  are  thus  afforded 
the  opportunity  of  uniting  by  means  of  the  linking  set  free  in  each: 

CHgn-Hi jT+AJIOH  ->  CnH2^+i-0H. 

This  method  of  formation  proves  that  the  alcohols  contain  a 
hydroxyl-group.  Their  preparation  from  alkyl  iodides  and  water 
leads  also  to  the  same  conclusion,  which  is  further  supported  by 
the  two  properties  of  alcohols  mentioned  on  the  last  page.  It  is 
evident  that  if  their  structure  is  expressed  by  CnH2n+i-0H,  all 
the  hydrogen  atoms  present,  except  one,  are  linked  directly  to 
carbon,  while  one  hydrogen  atom  occupies  a  special  position  in  the 
molecule,  being  attached  to  the  oxygen  atom,  which  is  united 
through  its  second  linking  to  a  carbon  atom.  It  is  only  natural 
to  suppose  that  the  special  position  occupied  by  this  hydrogen 
atom  is  accompanied  by  a  special  property,  that  of  being  the  only 
one  of  all  the  hydrogen  atoms  replaceable  by  alkali-metals.  More- 
over, sodium  sets  free  hydrogen  from  another  compound  con- 
taining without  doubt  a  hydroxyl-group:  this  compound  is  water, 
for  which  no  other  constitution  is  possible  than  H — 0 — H. 

The  fact  that  the  alcohols  are  converted  into  alkyl  chlorides 
by  the  action  of  the  chlorides  of  phosphorus  is  additional  proof 
that  they  contain  a  hydroxyl-group.  The  empirical  formulsB 
CnB.2a+20  and  C„H2n+iX'show  that  the  halogen  has  replaced 
OH.  It  may  be  assumed  that  in  this  reaction  the  hydroxy!  of 
the  alcohol  has  changed  places  with  the  chlorine  of  the  phosphorus 
compound:  ^       ^s^ 

3(CnH2n+,-OH)  +  Cl3P. 

A  consideration  of  the  possible  constitutional  formulae  for  sub- 
stances having  the  general  molecular  formula  CnH2ii+20  reveals  the 
fact  that  the  linkage  of  the  oxygen  atom  admits  of  only  two  possible 
formulas  thus,  the  compound  C2H6O  could  be  either 

I.  CHa-CHa-OH,    or    II.  CHg-O.CHg. 

Since  all  the  hydrogen  atoms  in  the  second  formula  have  the 
same  value,  it  cannot  be  the  one  representing  an  alcohol,  as  it  would 
not  account  for  a  very  important  proi)erty  of  these  compounds. 
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their  int^action  with  the  alkali-metala.  The  action  of  silver 
hydroxide  on  an  alkyl  iodide,  or  that  of  PCI3  on  an  alcohol,  would 
accord  equally  ill  with  this  formula,  whereas  formula  I  explains 
these  reactions  fully.    It  must  therefore  be  adopted. 

The  constitutional  formulae  of  the  alcohols  have  thus  been 
induced  from  their  properties.  Inversely,  the  constUiUianal  for* 
mtUce  represent  ail  the  chemical  properties  of  the  compounds,  being 
simply  a  short  way  of  expressing  them.  The  value  of  these  for- 
mulse  is  evident:  the  structural  formula  of  a  compound,  estab- 
lished by  the  study  of  some  of  its  properties,  reveals  the  rest  of 
these  properties.  The  existence  of  properties  thus  deduced  ha& 
in  many  instances  been  established  by  experiment. 


Nomenclature  and  Isomerism. 

44.  The  alcohols  of  this  seri^  are  named  after  the  alkyl-groups 
contained  in  them;  for  example,  methyl  alcohol,  ethyl  alcohol,  propyl 
alcohol,  ^^ 

IsoTterism  may  arise  in  three  ways:  by  branching  of  the  carbon 
chains  by  changing  the  position  of  the  hydroxy  1-group;  or 
through  both  these  causes  simultaneously. 

Tliis  is  seen  from  the  following  table  of  the  isomeric  alcohols 


^ame. 

J           Formula. 

BoiUng- 
polnt. 

Specifio 
Gravity 

atao^ 

(<i4»). 

J6.  1^ 
Jfidyt  alcohols  C^H„0 
i  1.  Normal  primaiy 
#2.        „      eecondiiy 

.    3.    I80 

4.  Tiimethylcarbinol 
Amyl  alcohols  C,Hj,0 
(  1.  Normal  primary 
[  2.  /wbutylcarbinol 
(  3.  Secondaiy  butylcarbinol 
/  4.  Methylpropylcarbmol 
1  5.  Methyli«opropylcarbinol 
/   6.  Diethylcarbinol 
i    7.  Dimethylethylcarbinol 
^  •-  ^.  fi    Tertiary  butylcarbinol 

CH3.CH,.CHaOH 
CH3.CHOH.CHa 

CH3.CH,.CH..CH,0H 
CHg-CH^-CHOH^XaH, 
(CH,)2CH.CH,0H 
(CH3)3C.OH 

CH3.(CH.),-CHJ0H 

(CH3)XH.CHrrCH^0H 

CHa.CHCC^Hj.CHjOH 

CH,.(CH,),.CHOH.CH, 

(CH3)2CH.CHOH.CH3 

C-H,.CHOH.C,H, 

(6H3),C(OH).dri; 

(CH3),C.CH,0H 

97^ 
81* 

117*» 

100^ 

107° 

83'> 

138^ 

131*» 

128*» 

119° 

112.5° 

117° 

102° 

112° 

0.804 
0.789 

0.810 

0.80& 
0.786 

0.816 
0.810 

.H,^"^ 
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The  alcohols  with  names  ending  in  ''carbinol ''  are  so  called 
because  all  alcohols  may  be  looked  upon  as  methyl  alcohol  (car- 
binot),  in  which  one  or  more  of  the  hydrogen  atoms,  with  the 
exception  of  the  one  in  the  hydroxyl-group,  are  replaced  by  alkft 
groups  (Eolbe).  Thus,  tsobutyl  alcohol  is  called  jaopropylcarbinol, 
secondary  butyl  alcohol  methylethylcarbirud,  normal  butyl  alcohol 
n-propylcarbinol,  and  so  on. 

The  table  also  shows  that  in  a  primary  alcohol  the  hydroxyl- 
group  is  linked  to  a  primary  carbon  atom  (40),  and  that  in  a  second- 
ary or  a  tertiary  alcohol  the  hydroxyl  is  linked  to  a  secondary 
or  a  tertiary  carbon  atom  respectively.  Similarly,  any  compounds 
which  may  be  regarded  as  produced  by  replacement  of  hydrogen 
linked  to  a  primary,  secondary,  or  tertiary  atom  are  called  primary, 
secondary,  opTfeftka;^^  compounds.  Primary  alcohols  are  repre- 
sented by  the  general  formula  CaH2n+i — CH2OH,  secondary  by 


\0H 


and  tertiary  by 


CnH2ii+l  \ 

CmH2m+i-^CV0H. 


\ 


CpH2p 


+1 


'7^ 


General  Properties  of  the  Alcohols. 


45.  Some  of  the  physical 
in  this  table,  which  includes 


properties  of  the.  alcohols  are  given 
only  normal  primary  compounds. 


Name. 


Methyl  alcohol 

Ethyl 

Propyl 

Butyl 

Amyl 

Hexyl 

Heptyl 

Octyl 

Nonyl 


Formula. 


CH3OH 
C,H,OH 

CgH^OH 

C.H.OH 
C,H„OH 
C«H,,OH 

CgH^OH 
C,H,,OH 


Spedfio 
Qntvity 

dS. 


0-812 
0*806 
817 
823 
829 
833 
836 
839 
842 


BoiUzME- 
point. 


66« 

117« 
137** 
157* 
176*» 
191** 
213« 


the  BoilinB- 
poiDt«.( 


12*» 
1^ 

20** 
IS? 
16® 
22** 


This  table,  with  that  in  44,  shows  that  the  normal  compounc  fe 
have  the  highest  boiling-pomts:  this  also  holds  for  the  hydfc^ 
carbons  (42).  ^    ' 


> 
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The  lower  alcohols  (Ci  -  C4)  are  mobile  liquids,  the  middle 
members  (C5— Cn)  are  of  a  more  oily  nature,  while  the  higher 
members  are  solid  at  the  ordinary  temperature.  All  are  colour- 
less, at  least  in  thin  layers.  In  thick  layers  they  are  slightly 
yellow,  the  colour  becoming  more  marked  with  increase  in /{he 
number  of  carbon  atoms.  The  first  members  (Ci— C3)  are  mis- 
cible  in  all  proportions  with  water,  but  the  solubility  of  the  higher 
members  diminishes  quickly  as  the  number  of  carbon  atoms  in- 
creases. 

The  lower  members  have  a  spirituous,  and  those  intermediate  a 
disagreeable,  smell;  while  the  solid  members  are  odourless.  Their 
specifle  gravity  is  less  than  1. 

Methyl  Alcohol,  CHs-OH. 

46.  Methyl  alcohol  is  obtained  on  the  lai^e  scale  by  the  dry 
distillation  of  wood  in  iron  retorts  at  as  low  a  temperature  as 
possible;  or  better,  by  treatment  of  wood  with  hot  producer-gas, 
which  is  a  mixture  of  carbon  monoxide  and  nitrogen,  obtained 
by  passing  air  over  coke  at  a  white  heat.  To  this  method  of 
preparation  the  substance  owes  its  name  wood-spirit.  The  products 
of  the  distillation  are  gases,  an  aqueous  liquid,  and  tar.  The 
aqueous  solution  contains  methyl  alcohol  and  a  number  of  other 
substances,  the  chief  being  acetic  acid  (89)  and  acetone  (120). 
The  acetic  acid  is.  converted  into  calcium  acetate  by  the  action  of 
lime,  and  the  methyl  alcohol  purified  by  fractional  distillation, 
and  other  methods.  It  is  used  in  the  arts  in  the  preparation  of 
aniline-dyes  and  formaldehyde,  for  the  dencUuraiion  of  spirit  to 
render  it  unfit  for  drinking  purposes  (48),  and  in  other  processes. 

Methyl  alcohol  bums  with  a  pale^blue  flame,  and  is  miscible 
with  water  in  all  proportions,  the  mixing  being  accompanied  by 
contraction  and  the  development  of  heat.  Its  melting-point  is 
—93-9®.  Its  other  physical  properties  are  enumerated  in  the 
table  in  45. 

Ethyl  Alcohol,  C2H6-OH, 

47*  Ethyl  alcohol,  or  ordinary  alcohol,  is  prepared  artificially  in 
enormous  quantities.  Its  preparation  depends  upon  a  property 
pos^i^ssed  by  dextrose  (212),  a  sugar  with  the  formula  CqHi20q,  of 
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decomposing  into  carbon  dioxide  and  alcohol  in  presence  of  yeast- 
cells: 

CoHiaOe  =  2C2HeO+2C02. 

About  95  per  cent,  of  the  dextrose  decomposes  according  to  this 
equation.  A  number  of  higher  alcohols  of  this  series,  chiefly  amyl 
alcohols f  C5H11OH,  are  formed  as  by-products,  in  addition  to 
glycerol^  succinic  acid,  and  other  substances. 

On  account  of  its  cost,  dextrose  itself  is  not  employed  in  the 
manufacture  of  alcohol,  some  substance  rich  in  starch  (226), 
(CeHio05)n,  such  as  potatoes,  grain,  etc.,  being  used  instead. 
By  the  action  of  enzymes  (222),  the  starch  is  almost  completely 
converted  into  maltose  (215),  Ci2H220n»  one  molecule  of  this 
compound  being  then  converted  into  two  molecules  of  dextrose 
by  the  action  of  one  molecule  of  water: 

Ci  2H22O1 1  +  H2O  =  2CQHi20g. 

Maltose  Dextroee 

The  enzyme  employed  in  the  technical  manufacture  of  maltose 
from  starch  is  called  diastase,  and  is  present  in  malt.  The  reaction 
it  induces  is  called  saocharificaiion.  When 
potatoes  are  used,  they  are  first  made  into 
a  thin,  homogeneous  pulp  by  treatment  with 
steam  under  pressure  at  140®  to  150°,  malt 
being  added  after  cooling.  At  a  tempera- 
ture of  60°  to  62°,  the  decomposition  into 
maltose  is  completed  in  twenty  minutes. 

Yeast  is  then  added  to  the  maltose 
solution,  and  the  fermentation  carried  on  at 
a  temperature  below  33°.  To  separate  the 
resulting  alcohol  from  the  other  substances 
present,  the  product  is  submitted  to  dis- 
tillation; and  by 
using  a  fraaion- 
ating-column  (Fig. 
23),  alcohol  of  90 
per  cent,  strength 
can  be  obtained, 
although  the  con- 
centration of  the  alcohol  in  the  fermented  liquid  does  not  exceed 
18  per  cent. 


FiQ.  23. — Fractionating-columnt. 
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The  thin  liquid  residue  remaining  in  the  still  is  called  sperd 
wash,  and  is  used  for  feeding  cattle.  It  contains,  .amongst  other 
things,  almost  all  the  proteids  present  in  the  material  from  which 
the  spirit  has  been  manufactured. 

The  crude  spirit  (low  mnes)  so  prepared  is  again  carefully 
fractionated,  when  alcohol  of  96  per  cent,  by  volume  (spirits)  is 
obtained.  The  fractions  of  higher  boiling-point  consist  of  an  oily 
liquid  of  unpleasant  odour,  called  fusel-oil:  it  contains  chiefly 
amyl  alcohols  and  other  homologues.  The  residue  is  called  spent 
lees. 

Alcoholic  beverages  are  classified  into  those  that  have  been  dis- 
tilled, and  those  that  have  not. 


Distilled  (about  50  percent,  of  alcohol). 

Brandy  or  cognac^  from  wine. 

Whiskey,  from  fermented  solution 
of  malt. 

Rum,  from  fermented  solution  of 
sugar. 

KHn,  like  whiskey,  but  flavoured 
with  juniper. 


Not  distilled. 


Beer,  from  fermented  malt  and  hops 
(3-7  per  cent,  of  alcohol). 

Wine,  fermented  grape-juice  (8-17 
per  cent,  of  alcohol). 

"Fortified"  wines,  such  as  port, 
sherry,  and  madeira.  They  are 
wines  with  added  alcohol..  (Nat- 
ural wine  never  contains  more 
than  about  17  per  cent,  of  alcohol.) 


48.  The  alcohol  of  commerce  ("spirits  of  wine  ")  always  con- 
tains water.  To  obtain  anhydrous  or  absoliUe  alcohol  from  this, 
lumps  of  quicklime  are  added  to  spirit  containing  a  high  per- 
centage of  alcohol,  imtil  the  quicklime  shows  itself  above  the 
surface  of  the  liquid.  The  latter  is  allowed  to  stand  for  some 
days,  or  boiled  for  several  hours  under  a  reflux-condenser  (18), 
and  then  distilled.  The  preparation  is  much  facilitated,  and 
the  loss,  rather  large  by  this  method,  reduced  to  a  minimum, 
by  heating  a  spirit  of  high  percentage  with  a  small  quantity  of 
quicklime  in  a  vat,  closed  by  a  screwed-down  cover,  for  some 
hours  at  100^  in  a  water-bath.  The  spirit  is  then  distilled.  To 
prepare  absolute  alcohol  from  dilute  alcohol,  the  latter  must  first 
be  concentrated  by  distillation  from  a  water-bath.  The  de- 
hydration can  also  be  effected  by  addition  of  solid  potassium 
^^irbonate,  which  causes  the  liquid  to  separate  into  two  layers, 
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the  aqueous  one  below  and  the  alcoholic  one  above.  Alcohol  of 
91  -5  per  cent,  by  weight  is  thus  obtained. 

Absolute  alcohol  is  a  mobile,  colourless  liquid  of  character- 
istic odour.  It  solidifies  at  —112*3^/  and  burns  with  a  pale- 
blue,  non-luminous  flame.  It  is  very  hygroscopic,  being  miscible 
with  water  in  all  proportions  with  contraction  and  rise  in  tem- 
perature. The  maximum  contraction  is  obtained  by  mixing  52 
volumes  of  alcohol  with  48  volumes  of  water,  the  volume  of  the 
resulting  mixture  at  20^  being  96-3  instead  of  100. 

The  presence  of  water  in  alcohol  can  be  detected  by  anhydroxis 
copper  sulphate,  which  remains  p>erfectly  colourless  when  in  contact 
with  absolute  alcohol,  whereas  if  the  slightest  trace  of  water  is 
present,  the  copper  sulphate  develops  a  light-blue  colour  after 
several  hours.  The  specific  gravity,  a  physical  constant  often 
employed  to  ascertain  the  purity  of  liquid  compounds,  can  also  be 
employed  for  the  same  purpose. 

A  simple  and  rapid  method  for  the  estimation  of  alcohol  in 
mixtures  with  water  is  very  necessary  for  industrial  and  fiscal 
purposes,  and  a  practical  method,  due  to  von  Baumhauer, 
Mendeleepp,  and  others,  consists  in  the  determination  of  the 
specific  gravity  and  temperature  of  such  a  mixture.  A  table  has 
been  prepared  with  great  accuracy,  showing  the  specific  gravities 
of  mixtures  of  alcohol  and  water  from  0  to  100  per  cent.,  at 
temperatures  between  0°  and  30*^.  When  the  specific  gravity 
and  temperature  of  a  given  mixture  have  been  determined,  the 
percentage  of  alcohol  may  be  found  by  reference  to  the  table.  In 
practice  the  specific  gra^'ity  is  usually  determined  with  a  delicate 
hydrometer. 

In  commerce  and  in  the  arts,  the  amount  of  alcohol  is  usually 
expressed  on  the  Continent  of  Europe  in  volume-percentage ,  or  the 
number  of  litres  of  absolute  alcohol  contained  in  100  litres  of  the 
Aqueous  solution.  In  Great  Britain  the  standard  is  proof-spiriL 
This  name  is  derived  from  the  old  method  of  testing  spirit  by  moisten- 
ing gunpowder  with  it,  and  then  bringing  the  mixture  into  contact 
with  a  lighted  match.  If  the  alcohol  were  "under  proof,"  the 
powder  did  not  take  fire,  but  if  there  were  sufficient  alcohol  present, 
the  application  of  the  light  ignited  the  gunpowder,  the  spirit  being 
then  "over  proof."  When  the  proportions  of  alcohol  and  water 
were  such  that  it  was  just  possible  to  set  fire  to  the  powder,  the 
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sample  was  described  as  "proof-spirit."  When  the  spirit  is  weaker 
than  proof-spirit  it  is  said  to  be  under  proof,  and  when  stronger 
than  proof-spirit  is  said  to  be  over  proof;  for  example,  a  spirit  5^ 
under  proof  would  contain  in  each  100  volumes  the  same  quantity 
of  alcohol  *as  95  volumes  of  proof-spirit,  and  a  spirit  5^  over  proof 
would  need  5  volumes  of  water  added  to  each  100  volumes  to  con- 
vert it  into  proof-spirit.  By  act  of  Parliament  "proof-spirit"  is 
defined  as  "such  a  spirit  as  shall  at  a  temperature  of  51^  F.  weigh 
exactly  ^  of  an  equal  measure  of  distilled  water."  This  corresponds 
to  a  spirit  containing  57*1  per  cent,  of  alcohol  by  volume,  or  49*3 
per  cent,  by  weight. 

For  scientific  purposes  the  amount  of  alcohol  is  usually  ex* 
pressed  in  percentage  by  weight,  or  the  number  of  grammes  of 
alcohol  contained  in  100  grammes  of  the  aqueous  solution.  These 
percentage-numbers  are  not  the  same,  the  percentages  by  weight 
being  smaller  than  those  by  volume  for  a  spirit  of  any  given  con- 
centration. 

The  greater  part  of  the  alcohol  produced  is  consumed  in  the 
form  of  beverages,  their  detrimental  physiological  effects  being 
augmented  by  the  impurities,  especially  fusel-oil,  which  they 
contain.  Alcohol  is  used  in  commerce  for  the  preparation  of 
lacquers,  varnishes,  dyes,  important  pharmaceutical  preparations 
such  as  chloroform,  chloral,  iodoform,  and  others,  and  as  a  motive 
power  for  motor-vehicles.  It  is  also  employed  for  the  preserva- 
tion of  anatomical  specimens.  Alcohol  is  a  good  solvent  for 
many  organic  compounds,  and  finds  wide  application  in  laboratory- 
work  for  this  purpose. 

On  accoimt  of  the  extensive  use  of  alcohol  for  manufacturing 
processes,  some  industries  would  be  paralyzed  if  the  necessary 
spirit  were  subject  to  the  same  excise-duty  as  alcohol  intended 
for  consumption.  The  alcohol  used  in  manufactures  in  some 
countries  is  accordingly  made  unfit  for  drinking  (denatured  or 
methylated)  by  the  addition  of  materials  which  impart  to  it  a 
nauseous  taste,  and  is  sold  duty-free.  On  the  Continent  of  Europe 
crude  wood-spirit  is  employed  for  this  purpose,  and  in  Great 
Britain  this  is  supplemented  by  the  addition  of  a  small  quantity 
of  paraflSn-oil. 

The  sale  of  duty-free  alcohol  is  not  permitted  in  the  United 
States.    A  tax  is  levied  of  $1.10  per  proof  gallon  (50  per  cent. 


-58  ORGANIC  CHEMISTRY.  [§49 

alcohol  by  volume),  or  $2.07  per  standard  gallon  (231  cubic  inches 
of  94  per  cent,  alcohol  by  volume),  and  is  a  heavy  burden  on  many 
industries.  The  duty  is  much  higher  in  Great  Britain,  being  11«. 
per  gallon  of  proof-spirit  (British  standard,  p.  57);  but  this  disad- 
vantage is  in  some  measure  counterbalanced  by  the  sale  of  duty-free 
methylated  spirit  for  manufacturing  purposes,  and  of  duty-free  pure 
alcohol  for  use  in  the  chemical  laboratQries  of  universities  and  col- 
leges. 

A  test  for  ethyl  alcohol  is  the  formation  of  iodoform  on  the  addi- 
tion of  iodine  and  caustic  potash  (152). 


Propyl  Alcohols,  CsHt-OH. 

49.  Two  propyl  alcohols  are  known, .  one  boiling  at  97*^  and 
having  a  specific  gravity  of  0«804,  the  other  boiling  at  81°  and 
having  a  specific  gravity  of  0*789.  In  accordance  with  the  prin- 
<;iple8  which  have  been  stated,  only  two  isomerides  are  possible: 

CHa-CHg-CHgOH,    and    CH3-CH(OH).CH8. 

Normal  propyl  alcohol  /topropyl  alcohol 

The  structure  to  be  assigned  to  the  substance  with  the  higher 
boiling-point,  and  that  to  the  substance  with  the  lower,  may  be 
determined  by  submitting  the  substances  to  oxidation.  From 
«ach  of  these  alcohols  is  thus  obtained  a  compound  with  the 
formula  CaHeO,  but  these  oxidation-products  are  not  identical. 
On  further  oxidation,  the  compoimd  CaHeO  (propionaldehyde), 
obtained  from  the  alcohol  of  higher  boiling-point,  yields  an  acid 
€3H602,  called  propionic  acid;  whereas  the  substance  CaBEeO 
(acetone),  formed  from  the  alcohol  of  lower  boiling-point,  is  con- 
verted into  carbon  dioxide  and  acetic  acid,  C2H4O2: 

CaHgO  (propyl  alcohol,  B.P.  97°)  ->  CgHeO  (propionaldehyde)  -> 
— >  C3H6O2  (propionic  acid) ; 

CaHsO  (isopropyl  alcohol,  B.P.  81°)  ->  CgHeO  (acetcme)  -♦ 
— *  (X)2-t-C2H402  (acetic  acid). 

Propionic   acid   has   the   constitution   CH3-CH2-0OOH,   and 
acetone  CH3«(X)-CH3,  as  will  be  shown  later.    It  will  be  obBerved 
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that  only  the  normal  alcohol  is  capable  of  formmg  propionic 
acidj  because  the  production  of  this  substance  must  be  due  to  the 
replacement  of  two  hydrogen  atoms  by  one  oxygen  atom,  and 
with  the  normal  alcohol  this  can  only  yield  a  compound  with  the 
structure  assigned  to  propionic  acid.  On  the  other  hand,  the 
formation  of  a  substance  with  the  constitution  of  acetone  by  re- 
moval of  two  hydrogen  atoms  from  a  compound  CsHgO  is  only 
possible  when  the  latter  has  the  structure  of  tsopropyl  alcohol. 
The  alcohol  of  higher  boiling-point  must  therefore  be  n-propyl 
alcohol;  and  that  boiling  at  the  lower  temperature  must  be  iao- 
propyl  alcohol. 

Oxidation  affords  a  general  method  for  distinguishing  primary 
from  secondary  alcohols.  By  referring  to  the  formute  given  in 
44,  it  is  seen  that  all  primary  alcohols  contain  the  group  — CH2OH1 

which  is  converted  by  oxidation  into  the  carboxyl-group  — C<qttj 

the  characteristic  group  of  organic  acids.    Further,  all  secondary 

I 
alcohols  contain  the  group  H«C«OH:   removal  of  the  two  hydro- 
gen atoms  from  this  yields  the  group  C:0,  characteristic  of  the 

ketones  (119),  the  homologues  of  acetone.  The  oxidation  of  a  pri" 
fnary  alcohol  and  thai  of  a  secondary  alcohol  ^produce  respectively 
an  acid  and  a  ketone  with  the  same  number  of  carbon  atoms  as  the 
original  alcohol, 

A  further  induction  may  be  made  from  these  reactions.  In 
the  conversion  of  normal  propyl  alcohol  into  propionic  acid,  as 
well  as  of.Mopropyl  alcohol  into  acetone,  the  oxidation  occurs  at 
the  carbon  atom  already  linked  to  oxygen.  This  is  always  so, 
and  the  general  rule  may  be  stated  as  follows:  when  an  organic 
compound  is  submitted  to  oxidation,  the  molecule  is  attacked  at  the 
part- which  already  contains  oxygen — that  is,  where  oxidation  has 
already  begun. 

Normal  propyl  alcohol  is  obtained  by  fractionation  of  fusel- 
oil,  and  is  a  colourless  liquid  of  agreeable  odour.  It  is  miscible 
with  water  in  all  proportions.  Isopvopyl  alcohol  is  also  a  liquid: 
it  is  ru>^  present  in  fusel-oil,  but  can  be  obtained  by  the  reduction 
«f  aoetone  (lao  and  156). 
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Butyl  Alcohols,  C4H0OH. 

50.  Four  biUyl  alcohols  are  known  (c/.  Table,  44),  which  is 
the  number  possible  according  to  the  theory,  and  it  is  necessary 
to  consider  whether  these  theoretically  possible  formula  are  in 
accord  with  the  properties  of  the  four  isomerides.  On  oxidation, 
the  two  alcohols  boiling  at  117*^  and  107®  respectively  yield  acids 
with  the  same  number  of  carbon  atoms.  They  must  therefore 
have  the  structmres  1  and  3  (/bid.),  since  each  contains  the  group 
— CH2OH.  For  reasons  referred  to  later,  the  alcohol  boiling  at 
117®  is  considered  to  have  the  normal  structure  (1),  and  that  boil- 
ing at  107®  the  structure  (3).  A  third  butyl  alcohol,  boiling  at 
100®,  is  converted  by  oxidation  into  a  ketone  with  the  same  num- 
ber of  carbon  atoms,  showing  that  it  must  be  a  secondary  alcohol 
corresponding  to  structure  (2).  Lastly,  for  the  fourth,  which  is 
solid  at  ordinary  temperatures,  melting  at  25-5®  and  boiling  at 
83®,  since  three  of  the  theoretically  possible  structural  formula 
have  been  assigned  to  the  other  isomerides,  there  remains  only  the 
fourth  structure,  that  of  a  tertiary  alcohol.  This  structure  for  the 
alcohol  melting  at  25-5®,  thus  arrived  at  by  elimination,  is  in 
accordance  with  its  chemical  behaviour.  On  oxidation,  for  exam- 
pie,  it  yields  neither  an  acid  nor  a  ketone  with  four  carbon  atoms, 
but  the  molecule  is  at  once  decomposed  into  substances  containing 
a  smaller  number  of  carbon  atoms.  Since  to  yield  on  oxidation 
an  acid  with  the  same  number  of  carbon  atoms,  an  alcohol  must 
contain  the  group  — CH2OH,  and  to  produce  a  ketone  with  the 

same  number  of  carbon  atoms,  it  must  contain  the  group  H«C*OH, 

I 

it  is  evident  that  neither  of  these  can  be  obtained  from  a  tertiary 
alcohol.  If  the  oxidation  takes  place  in  this,  as  in  every  other 
case,  at  the  carbon  atom  already  linked  to  oxygen,  it  must  result 
in  the  decomposition  of  the  molecule. 

The  foregoing  holds  for  tertiary  alcohols  in  general,  so  that 
oxidation  affords  a  means  of  distinguishing  between  primary, 
secondary,  and  tertiary  alcohols.  The  experimental  proof  can  be 
summed  up  as  follows. 

A  primary  alcohol  yields  on  oxidation  an  add  with  the  same 
number  of  carbon  atoms:   a  secondary  alcohol  yields  on  oxidation  a 


8  511  AMYL  ALCOHOLS.  61 

heUme  rmth  the  aame  number  of  carbon  atoms:  whereas  oxidation  of  a 
tertiary  alcohol  at  once  decomposes  the  molecule^  yielding  compounds 
with  a  smaller  number  of  carbon  atoms. 

Amyl  Alcohols,  CsHu-OH. 

3i.  The  alcohols  containing  five  carbon  atoms  are  called  amyl 
alcohols.  There  are  eight  possible  isomerides,  and  all  are  known 
(cf.  Table,  44).  They  are  liquids  with  a  disagreeable  odour,  like 
that  of  fusel-oil.  /sobutylcarbinol,  (CH3)2CH.CH2-CH20H,  and 
secondary  butylcarbinol,  CH3-CH(C2H6)«CH20H,  are  the  prin- 
cipal constituents  of  fusel-oil  (47). 

Secondary  butylcarbinol  furnishes  a  very  remarkable  example 
of  isomerism.  It  is  shown  in  37  how  the  arrangement  of  the 
atoms  in  a  molecule  accounts  for  the  phenomenon  of  isomer- 
ism. A  careful  study  of  the  properties  of  a  compound  makes  it 
possible  to  assign  to  it  a  structural  formula,  to  the  exclusion  of 
all  the  other  formulse  possible  for  its  known  molecular  composi- 
tion. On  the  other  hand,  any  given  structural  formula  represents 
only  one  compound,  since  such  a  formula  is  the  expression  of 
a  very  definite  set  of  properties:  when  they  are  unlike  for  two 
compounds,  the  difference  must  be  indicated  by  their  structural 
formulse. 

Nevertheless,  there  are  three  isomeric  amyl  alcohols  which  have 
been  shown  by  careful  examination  to  have  the  same  structural 
formula: 

That  they  have  this  constitution  is  proved  by  the  fact  that  on 
oxidation  they  yield  valeric  acid  with  the  structure 

CH3    p    H 

as  can  easily  be  proved  by  synthesis  (166). 

The"  three  amyl  alcohols  with  this  constitution  have  identical 
chemical  properties  and  nearly  all  their  physical  constants  are  the 
same.  One  of  the  latter,  however,  serves  to  distinguish  them  from 
one  another.  When  a  beam  of  plane-polarized  light  is  passed 
through  layers  of  these  alcohols,  the  plane  of  polarization  is  rotated 
by  one  isomeride  to  the  left,  and  by  another  to  the  right,  while  the 
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third  alcohol  produces  no  rotation.  The  first  two  are  said  to  be 
optically  active  (27,  2). 

Since  the  difference  between  optically  active  compounds  de- 
pends only  upon  a  physical  property,  while  their  chemical  proper- 
ties are  identical,  it  may  be  asked  whether  this  difference  is  not  a 
purely  physical  one,  arising  from  differences  in  the  arrangement 
of  the  moleculeSf  such  as  is  supposed  to  exist  in  dimorphous  sub- 
stances.   The  objection  to  this  view  is  twofold. 

First,  differences  in  the  arrangement  of  the  molecules  can  only 
be  supposed  to  exist  in  the  case  of  solid  substances,  because  it  is 
only  in  them  that  the  molecules  have  a  fixed  position  in  relation 
to  one  another.  It  is  assumed  that  the  molecules  of  liquids  and 
gases  are  free  to  move;  but  they,  too,  afford  examples  of  optical 
activity.  For  liquids  there  is  still  a  possibility  that  not  the  mole- 
cules themselves,  but  conglomerations  of  them  arranged  in  a  defi- 
nite manner  may  be  free  to  move.  Were  this  the  cause  of  optical 
fictivity,on  conversion  into  gases  of  normal  vapour-density,  optic- 
ally active  liquids  should  produce  no  rotation  in  the  plane  of 
polarization.  That  they  actually  do  produce  this  rotation  was 
proved  by  Bior,  and  later  by  Gernez.  This  phenomenon  cannot 
be  attributed  to  a  difference  in  the  arrangement  of  the  molecules, 
because  in  a  vapour  of  normal  density  each  molecule  is  capable 
of  independent  motion. 

Second,  the  optical  activity  is  displayed  in  derivatives  of  optic- 
ally active  substances. 

Hence  it  follows  that  an  explanation  of  the  rotation  of  the  plane 
of  polarization  by  liquids  and  dissolved  substances  must  he  sought  for 
in  the  internal  structure  of  the  molecules. 

It  is  now  necessary  to  determine  what  peculiarity  in  the  struc- 
ture of  the  molecules  it  is  which  causes  this  phenomenon.  The  fol- 
lowing considerations  will  furnish  an  insight  into  this.  The  loevO' 
rotatory  amyl  alcoholj  with  the  constitution 

CH3    p  .H 
C2H5>^'^CH20H, 

is  converted  by  the  action  of  gaseous  hydriodic  acid  into  amyl 
iodide,  with  the  structural  formula 

C2H5  CH2I. 
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This  compound  is  optically  active.  On  treatment  with  nascent 
hydrogen,  the  iodine  atom  is  replaced  by  hydrogen,  with  forma- 
tion of  pentane, 

C2H5         CHs, 

This  compound  is  optically  inactive. 

If  amyl  iodide  is  subjected  to  the  action  of  ethyl  iodide  in  the 
presence  of  sodium,  there  results  a  heptane, 

C2H5  CH2»C2H5, 

and  this  substance  is  optically  active. 

An  examination  of  these  three  optically  active  substances  shows 
that  they  differ  from  optically  inactive  pentane  in  the  respect  that, 
of  the  four  groups  linked  to  the  central  carbon  atom^  in  the  latter 
two  (methyl)  are  similar,  whereas  in  the  others  they  are  all  dif- 
ferent. 

52.  Van  't  Hopp  has  shown  that  optically  active  compounds 
contain  at  least  one  carbon  atom  linked  to  four  different  atoms  or 
groups;  and  he  has  designated  a  carbon  atom  so  linked  an  asymmetric 
carbon  atom. 

As  stated  above,  there  are  three  amyl  alcohols  with  ^the  same 
constitutional  formula,  of  which  one  is  dextro-rotatory,  the  second 
laevo-rotatory,  and  the  third  optically  inactive.  Three  such  isom- 
erides  always  exist  when  there  is  one  asymmetric  carbon  atom  in 
the  molecule,  and  of  the  two  optically  active  substances  one  causes 
exactly  the  same  amount  of  dextro-rotation  as  the  other  of  Isevo- 
rotation.  Van  't  Hoff  has  shown  that  the  existence  of  this  num- 
ber of  isomerides  is  a  necessary  consequence  of  the  presence  of 
one  asymmetric  carbon  atom  in  a  molecule,  provided  certain  as- 
sumptions are  made  regarding  the  relative  positions  of  the  atoms 
in  space.    These  assumptions  are  as  follows. 

The  quadrivalence  of  the  carbon  atom  has  its  origin  in  four 
points  of  attraction,  situated  on  its  outer  surface,  so  that  it  is 
able  to  link  itself  to  atoms  or  groups  of  atoms  in  four  directions. 
Ck)nceming  these  directions  various  assumptions  can  be  made. 
For  example,  they  might  be  supposed  to  lie  in  one  plane.  But 
this  assumption  is  untenable,  as  will  be  seen  by  considering  a 
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compound  GR2Q2,  in  which  R  and  Q  represent  any  dissimilar 
atoms  or  groups  of  atoms.  If  the  four  linkings  lie  in  one  plane^ 
the  formula  of  such  a  compound  may  be 

R  R 

-Q,    or    Q— C— R. 

I 

Q 


Q— C-C 


They  are  different,  because  in  the  first  the  like  groups  are  sepa- 
rated from  one  another  by  the  unlike,  while  in  the  second  the  like 
groups  are  adjacent.  It  would  follow  that  all  compounds  of  the 
formula  CR2Q2  could  exist  in  two  isomeric  forms.  Experience 
teaches  that  this  is  not  so,  because  among  the  many  hundreds  of 
compounds  of  this  type  there  is  no  instance  known  of  the  occur- 
rence of  isomerism.  The  assumption  that  the  directions  of  all 
four  linkings  lie  in  the  same  plane  must  therefore  be  abandoned, 
being  at  variance  with  the  facts. 

The  most  general  assumption  possible  regarding  these  direc- 
tions is  that  each  pair  lies  in  the  same  plane,  their  spacial  distri- 
bution being  such  that  if  the  carbon  atom  is  regarded  as  situated 
inside  an  irregular  tetrahedron,  the  directions  of  the  linkings  will 
be  towards  the  angles  of  the  figure.* 

53.  It  has  now  to  be  considered  whether  this  mode  of  repre- 
sentation accords  with  the  facts.  If  the  directions  of  the  linkings 
make  different  angles  with  one  another,  a  difference  in  the  struc- 
tural arrangement  of  compounds  CR2Q2  is"  still  possible,  because 
it  is  just  as  easy  to  imagine  that  the  groups  R  are  attached  to 
the  linkings  with  the  smallest  angle  between  them  as  to  imagine 
them  joined  to  those  making  the  greatest  angle  with  one  another. 
For  compounds  CR2Q2  there  is,  however,  only  one  arrangement 
possible  when  the  directions  of  the  linkings  meet  at  equal  angles, 

*  The  comprehension  of  what  follows  will  be  considerably  facilitated  by 
the  construction  of  several  models  of  carbon  atoms  with  their  linkings.  Thk 
is  easily  done  by  cutting  out  a  sphere  from  a  cork  to  represent  the  carbon 
atom,  the  linkings  being  represented  by  moderately  thick  wires  about  ten 
centimetres  long,  with  ends  filed  to  a  point.  These  wires  are  fixed  in  the 
cork  sphere  in  the  manner  shown  in  Fig.  24.  To  show  the  linking  of  the 
atoms  or  groups  of  atoms,  cork  spheres  of  different  colours  are  fastened  to 
the  ends  of  the  wires,  the  different  colours  indicating  dissimilar  groups. 
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Fio.  24. — Carbon 
Tetrahedron. 


and  this  is  so  when  the  carbon  atom  is  regarded  as  sittuxied  at  ih» 
centre  of  a  reffulnr  four-sided  figure  {tetrahedron),  with  its  Unkings 
directed  towards  the  angles  (Fig.  24).  By  putting  the  groups  R  and 
Q  in  different  positions  in  two  atom  models,  it 
is  always  possible  by  rotating  the  models  to 
bring  them  into  such  a  position  that  the  like 
groups  coincide,  showing  that  the  two  forms 
are  identical. 

This  representation  of  the  direction  of  the 
linkings  explains  why  there  are  no  isomerides  of 
a  compound  CR2Q2.  For  compounds  C«RPQS,  containing  four 
different  groups  and  therefore  an  asymmetric  carbon  atom,  the 
possibility  of  the  existence  of  two  isomeric  forms  is  indicated.  It 
is  seen  from  Figs.  25  and  26  (and  still  better  from  models)  that  for 
these  four  groups  two  arrangements  are  possible,  which  cannot 
be  made  to  coincide  in  any  position,  although  they  resemble  one 
another  as  an  object  resembles  its  reflection  in  a  mirror.  Such 
a  figure  has  no  plane  of  symmetry,  hence  the  name  *'asynmietric 
carbon  atom." 

It  is  thus  possible  to  understand  how  one  isomeride  causes 
as  much  dextro-rotation  as  the  other  laevo-rotation  (52),  for  the 
arrangement  of  the  groups  relative  to  the  asymmetric  carbon  atom 
must  be  the  cause  of  the  rotation  of  the  plane  of  polarization.  If 
the  arrangement  of  the  groups  in  Fig.  25  produces  dextro-rotation, 


Fio.  25.  Fio.  26. 

Asymmetric  0-atoms. 

then  the  inverse  arrangement  in  the  isomeride  in  Fig.  26  must  neces- 
sarily cause  an  equal  rotation,  but  in  an  opposite  direction. 

It  was  stitted  above  that  not  merely  two,  but  three,  isomerides 
are  possible  when  there  is  one  asymmetric  carbon  atom  present  in 
the  molecule;  a  dextro-rotatory,  a  Isevo-rotatory,  and  an  optically 
inactive  isomeride.    It  has  been  proved  that  the  optically  inactive 
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substance  is  composed  of  equal  parts  of  the  dextro-rotatory  and 
of  the  Isevo-rotatory  compound.  Since  these  rotations  are  equal 
in  amoimt,  but  different  in  direction,  their  sum  has  no  effect  upon 
the  plane  of  polarization. 

This  isomerism  in  space,  called  stereochemical  isomerism  or  stereo^ 
isomerism  J  is  not  indicated  in  the  ordinary  structural  formulae 
written  in  one  plane:  hence  the  apparent  contradiction  that  a 
single  structural  formula  may  represent  two  different  compounds. 
Van  't  Hofp's  theory,  however,  supports  the  fundamental  prin- 
ciple that  all  isomerism  has  its  origin  in  a  difference  in  the  arrange- 
ment of  the  atoms  in  the  molecule. 

In  addition  to  the  explanation  of  optical  isomerism  just  given, 
two  others  might  be  suggested,  although  both  can.be  shown  to  be 
untenable.  Thus,  the  four  linkings  of  the  carbon  atom  might  be 
supposed  unequal  in  value ;  so  that  such  a  compound  as  CPaQ  could 
exist  in  isomeric  forms.    Experience  contradicts  this  assumption. 

This  phenomenon  might  also  be  supposed  to  be  due  to  a  differ- 
ence in  the  motion  of  the  atoms  in  the  molecule.  Then  isomerism 
could  no  longer  exist  at  absolute  zero,  since  atomic  motion  ceases 
at  this  point;  and  a  falling  temperature  should  cause  a  marked 
diminution  in  the  difference  between  the  optical  isomerides.  There 
is,  however,  not  the  slightest  indication  of  such  behaviour. 

Higher  Alcohols,  CnH2n+i-0H. 

54.  The  properties  of  the  higher  alcohols  are  mentioned  in  45. 
Here  may  be  cited  cetyl  alcohol,  CieHsa-OH,  obtained  from  sper- 
maceti, and  myricyl  alcohol,  C30H61  -OH,  obtained  from  wax.  The 
number  of  isomerides  of  these  higher  compounds  possible  is  very 
great,  while  the  number  actually  known  is  but  small.  Of  the 
higher  members  of  the  series,  only  the  normal  primary  compounds 
are  known. 

Alkoxides. 

55.  Alkoxides  (alcoholates)  are  compounds  obtained  from  alco- 
hols by  exchange  of  the  hydroxyl-hydrogen  atom  for  metals  (43). 
The  best  known  are  sodium  methoxide  (met liy late),  GHa-ONa,  and 
sodium  ethoxide  (ethylate),  C2H6'0Na.  Both  are  white  powders, 
and  yield  crystalline  compounds  with  the  corresponding  alcohol. 
They  dissolve  readily  in  the  alcohols,  and,  as  will  be  seen  later,  are 
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constantly  used  in  syntheses.  It  was  formerly  supposed  that  the 
addition  of  water  to  a  solution  of  an  alkoxide  converted  it  com- 
pletely into  an  aikaii-metal  hydroxide,  and  liberated  an  equivalent 
quantity  of  alcohol;  but  Lobby  de  Bruyn  has  shown  this  to  be 
only  partly  true,  an  equilibrium  being  reached  in  the  reaction: 

C2H50Na  +  H:,0<=i  CgHfiOH-t-NaOH. 

A  proof  of  this  is  given  in  6i.  It  follows  that  a  solution  of  sodium 
hydroxide  in  alcohol  is  partly  decomposed  into  water  and  sodium 
alkoxide. 

The  alcoholic  solution  of  sodium  ethoxide,  usually  obtained  by 
dissolving  pieces  of  sodium  in  absolute  ethyl  alcohol,  gradually  be* 
coD)es  brown  in  consequence  of  oxidation  to  aldehyde  (115).  On 
the  other  hand,  the  solution  of  sodium  methoxide  in  methyl  alco- 
hol remains  unaltered,  and  therefore  is  employed  in  syntheses  more 
than  that  6f  sodium  ethoxide. 


ALKTL  HALIDES,  ESTERS,  .AND  ETHERS. 

56.  Many  compounds  containing  a  hydroxyl-group  are  known 
in  inorganic  chemistry:  they  are  called  bases,  and  display  a  close 
resemblance  in  properties.  This  similarity  may  be  attributed  to 
their  common  possession  of  the  group  OH,  which  is  present  in 
their  aqueous  solutions  as  an  ion. 

An  aqueous  solution  of  alcohol  does  not  conduct  an  electric 
-current,. so  that  the  alcohol  is  not  ionized.  This  is  supported  by 
the  fact  that  such  a  solution  is  not  alkaline,  and  therefore  contains 
no  OH-ions.  •  J 

Notwithstanding  this  fact,  the  alcohols  possess  a  basic  charac- 
ter in  so  far  that,  like  bases,  they  combine  with  acids  with  elimi- 
nation of  water: 


M.fOHTHl-R=M.R+HOH. 

Alcohol        Acid  Ester 

The  substances  formed  are  comparable  with  the  salts  of  inor- 
ganic chemistry,  and  are  called  compound  ethers  or  esters.  The  dif- 
ferent natures  of  bases  and  of  alcohols  are  displayed,  however,  in 
.  the  mode  of  formation  of  their  salts,  which  is  quite  unlike  that  in 
which  esters  are  produced.  A  salt  is  formed  from  an  acid  apd 
base  instantaneously:  it  is  a  reaction  of  the  ions,  because  the 
hydrogen  ion  of  the  acid  unites  with  the  hydroxyl  ion  of  the  basa 
{"Inorganic  Chemistry,"  66): 

[B+OH']+[H+Z']=[6+Z']  +  H20. 

Baoe  Acid  Salt 

The  formation  of  esters,  on  the  other  hand,  takes  place  very  slowly, 
especially  at  ordinary  temperatures,  the  reaction  being  between 
the  non-ionized  alcohol  and  the  acid: 

R.0H+[H-|-ZT«R.Z+H20. 

.  Alcohol  Add  Ester 

68 
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Reactions  between  ions  usually  take  place  instantaneously, 
those  between  molecules  slowly. 

Many  bases  can  lose  water,  with  formation  of  anhydrides  or 
oxides:  alcohols  behave  similarly.  By  the  abstraction  of  one 
molecule  of  water  from  two  molecules  of  an  alcohol,  compounds 
xjalled  ethers  with  the  general  formula  CnH2n+i — O — CnH2n-n  are 
formed.  By  elimination  of  water  from  two  different  alcohols,  com- 
pounds called  mixed  etiiers  with  the  general  formula 

CnH2n+l — O — CmH2m+l 

are  produced. 

Alkyl  Halides. 

57.  The  alkyl  halides  may  be  regarded  as  the  hydrogen-halide 
asters  of  the  alcohols,  as  their  formation  from  alcohol  and  a  hydro- 
gen halide  shows: 

C,H2n+i^HTH!X  =  C,H2„^,X-f  H2O. 

In  preparing  alkyl  halides  by  this  method,  the  alcohol  is  first 
saturated  with  the  dry  hydrogen  halide,  and  then  heated  in  a 
sealed  tube  or  under  a  reflux-condenser.  The  reaction  may  also  be 
carried  out  by  heating  the  alcohol  with  sulphuric  acid  and  sodium 
or  potassium  halide: 

C2H60H+H2S04-t-KBr  =  C2H6Br  +  KHS04  +  H20. 

Two  other  methods  of  formation  for  alkyl  halides  are  alluded 
to  in  30  and  43:  they  are  more  fully  treated  below. 

Action  of  Phosphorus  Halides  on  Alcohols. — These  sometimes 
react  together  very  energetically.  In  preparing  alkyl  bromides 
and  iodides,  it  is  usual  to  employ  phosphorus  with  bromine  or 
iodine  instead  of  the  bromide  or  iodide  of  phosphorus  itself.  For 
example,  in  the  preparation  of  ethyl  bromide,  red  phosphorus  is 
added  to  strong  alcohol,  in  which  it  is  insoluble.  Bromine  is  then 
added  drop  by  drop,  the  temperature  of  the  liquid  being  kept 
from  rising  by  a  cooling  agent.  Each  drop  of  bromine  unites  with 
phosphorus  to  form  phosphorus  tribromide,  and  it  reacts  with  the 
Alcohol,  producing  ethyl  bromide: 

PBra +3C2H5OH  =  PO3H3 +3C2H5Br. 

The  careful  addition  of  bromine  is  continued  until  a  quantity  cor- 
responding to  that  required  by  the  equation  has  been  used.    The 
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mixture  is  then  allowed  to  stand  for  some  time,  so  that  the  reac- 
tion may  be  as  complete  as  possible,  the  final  product  consisting 
chiefly  of  phosphorous  acid  and  ethyl  bromide.  Since  the  latter 
boils  at  38  •4°,  and  the  acid  is  not  volatile,  it  is  possible  to  separate 
them  by  distillation,  which  can  be  effected  by  immersing  J^he  flask 
containing  the  mixture  in  a  water-bath  heated  above  the  terRoera- 
ture  mentioned. 

It  was  stated  that  the  reaction-mixture  consists  chiefly  of  phos 
phorous  acid  and  ethyl  bromide,  whereas  the  above  equation  indi- 
cates that  ordy  these  two  substances  are  formed.  Reactions  in 
organic  chemistry  are  seldom  quantitative.  In  addition  to  the  main 
reaction  there  are  in  most  cases  one  or  more  secondary  processes. 
The  explanation  thereof  must  be  sought  in  the  ease  with  which  or- 
ganic compounds  undergo  decomposition  and  react  with  one  another. 
These  secondary  reactions  frequently  produce  dark-coloured,  amor- 
phous substances  called  resins j  from  which  it  is  seldom  possible  to 
obtain  any  individual  compound.  Sometimes,  however,  the  second- 
ary products  of  a  reaction  can  be  isolated;  as,  for  example,  in  the 
process  described  above,  in  which  the  ethyl  ester  of  phosphorous 
acid  is  formed  along  with  ethyl  bromide: 

PBr.  +  SC^H.OH  -  P(0C,Hi)i+3HBr. 

S8.  Action  of  Halogens  on  Hydrocarbons. — Only  chlorides  and 
bromides  can  be  prepared  thus,  because  iodine  does  not  react  with 
hydrocarbons.  The  method  is  seldom  used  for  the  preparation  of 
alkyl  halides,  since,  from  two  causes,  mixtures  of  alkyl  halides  are 
obtained  which  are  sometimes  very  difficult  to  separate:  whereas, 
by  employing  other  methods,  these  compounds  are  produced  with- 
out admixture  of  similar  substances.     . 

One  of  these  causes  is  that  whenever  one  molecule  of  a  hydro- 
carbon CnH2u-»-2  IS  brought  into  contact  with  one  molecule  of  chlo- 
rine or  bromine,  the  reaction  does  not  take  place  merely  as  indi- 
cated by  the  equation 

CnH2n^2+Cl2  =  C,H2„+iCl+Ha, 

but  that  compounds  CnH2nCl2,  CnH2n-iCl3,  etc.,  are  simultaneously 
formed,  a  portion  of  the  hydrocarbon  remaining  unacted  on. 

It  is  possible  to  avoid  the  formation  of  these  higher  substitution- 
products  by  bringing  the  halogens  into  contact  with  the  vapour  of 
the  boiling  hydrocarbons. 
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The  other  eause  is.  that  the  halogen  replaces  hydrogen  in  dif- 
ferent positions  in  the  molecule.  Thus^  chlorine  reacts  with  nor- 
mal pentane  to  form  simultaneously  primary  and  secondary  amyl 
•chlorides, 

CQ3  •  CH2  •  CH2  •.CH2  •  V-/H2CI    and    CH3 .  CH2  •  CH2  •  CHCl .  CXI3 , 

as  can  be  proved  by  converting  these  chlorides  into  the  corre- 
sponding alcohols  and  oxidizing  the  latter  (49). 

59.  The  following  table  gives  some  of  the  physical  properties 
•of  the  aikyl  halides. 


1 

Name. 

Chloride. 

Bromide. 

Iodide. 

1 

Boiling- 
point. 

Specific 
Gravity 

Boiling- 
point. 

Speei6c 
Gravity. 

BoiUng. 
point. 

45° 

72.3° 
102.5° 
130° 
156° 

Specific 
Gravity. 

Methyl 
Ethyl 
^-Propyl 
Fi-Prim.  butyl 
n-Prim.  amyl 

-23.7° 
12.2° 
46.5° 

78° 
107° 

0.952(0°) 
0.918(8°) 
0.912(0°) 
0.907(0°) 
0.901(0° 

4.5° 
38.4° 
71° 

101*^ 

129° 

1.732(0°) 

1.468(13°, 

1.383(0°) 

1.305(0°) 

1.246(0°) 

2.293(18°) 
1.944(14*) 
1.786(0°) 
1.643(0°) 

1.543(0") 

1 

It  will  be  noticed  that  only  the  lower  chlorides  and  methyl 
-bromide,  are  gaseous  at  the  ordinary  temperature,  most  of  the 
others  being  liquids,  and  the  highest  members  solids.  The  specific 
gravities  of  all  the  chlorides  are  less  than  1,  and  diminish  as  the 
number  of  carbon  atoms  increases.  The  specific  gravities  of  the 
lower  bromides  and  iodides  are  considerably  greater  than  1,  al- 
though they  also  diminish  with  increase  in  the  number  of  carbon 
atoms,  so  that  the  highest  members  of  the  homologous  series  are 
specifically  lighter  than  water.  All  are  very  slightly  soluble  in 
water,  but  dissolve  readily  in  many  organic  solvents.  The  lower 
members  have  a  pleasant  ethereal  odour. 

Chemical  Properties, — In  their  action  upon  silver  nitrate  the 
Alkyl  halides  differ  very  much  from  the  halides  of  the  metals.  In 
aqueous  or  alcoholic  solution  the  latter  at  once  yield  a  precipitate 
of  silver  halide,  the  reaction  being  quantitative.  On  the  other 
hand,  silver  nitrate  either  does  not  precipitate  silver  halide  from 
a  solution  of  the  alkyl  halides,  or  the  reaction  only  takes  place 
fllowly.  The  explanation  is  the  same  as  that  given  in  56,  that  in 
the  first  case  the  action  is  one  between  ions,  and  in  the  second 
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between  molecules.  This  proves  that  there  are  either  no  halc^n 
ions  present  in  an  alkyl  halide  solution,  or  at  least  that  their  num* 
ber  is  very  small. 

The  alkyl  halides  can  be  converted  into  one  another;  for  exam- 
ple, alkyl  iodides  can  be  obtained  by  heating  the  corresponding 
chlorides  with  potassium  or  calcium  iodide.  These  reactions  are 
often  incomplete. 

The  alkyl  iodides  are  chiefly  used  for  introducing  alkyl-groups 
into  organic  compounds. 

Alkyl  fluorides  are  also  known^  and  are  more  volatile  than  the 
corresponding  chlorides.  They  are  obtained  by  the  action  of  silver 
fluoride  on  an  alkyl  iodide,  and  in  other  ways. 

Esters  of  Other  Mineral  Adds. 

60.  Esters  of  a  great  number  of  mineral  acids  are  known.    The 
general  methods  for  their  preparation  are  as  follows. 
1.  By  the  action  of  the  acid  on  absolute  alcohol: 


CzHs-fOH+g.ONOa  =  H2O+C2H5.ONO2. 


Aloohoi  Nitric  add  Ethyl  nitrate 

2.  By  the  action  of  an  alkyl  halide  on  a  silver  salt: 

S04|Ag2  4-2I|C2H5  =  S04(C2H5)2+2AgL 

Ethyl  sulphate 

3.  By  the  action  of  mineral-acid  chlorides  on  alcohols  or  alkox- 

ides: 


PO|Cl3  4-3Na|OC2H5  =  PO(OC2H5)3+3Naa. 


Phosphorus  Normal  ethyl 

oxycnloride  phosphate 

The  acid  esters  of  sulphuric  acid,  called  alkylstdphuric  acids, 
are  of  some  importance.  Ethylsulphuric  add,  or  ethyl  hydrogen 
sulphate,  C2H50.S02«OH,  is  obtained  by  mixing  alcohol  with  con- 
centrated sulphuric  acid.  The  formation  of  this  compound  is  never 
quantitative,  because  an  equilibrium  is  reached  in  the  reaction 
(99).  The  alkylsulphuric  acids  are  separated  from  the  excess  of 
sulphuric  acid  by  means  of  their  barium  (or  strontium  or  calcium) 
salts,  these  compounds  being  readily  soluble  in  water,  while  the 
sulphates  are  insoluble,  or  nearly  so.  It  is  only  necessary  to 
neutralize  the  mixture  of  sulphuric  acid  and  alkylsulphuric  acid 
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with  barium  carbonate,  the  product  being  a  solution  of  barium 

ba* 
ethylsulphate,  q  gr  >S04.     The  free  ethylsulphuric  acid  is  then 

obtained  by  the  addition  of  the  calculated  quantity  of  sulphuric 
acid  to  this  solution.  At  ordinary  temperatures  it  is  an  odour- 
less, oily,  strongly  acid  liquid,  miscible  with  water  in  all  propor- 
tions. The  aqueous  solution  decomposes  into  sulphuric  acid  and 
alcohol,  slowly  at  the  ordinary  temperature,  but  quickly  at  the 
boiling-point. 

The  barium  salts  of  the  amylsulphuric  acids,  obtained  from  the- 
amyl  alcohob  and  sulphuric  acid,  have  different  solubilities  in  water, 
and  can  be  partially  separated  by  fractional  crystallization.  By 
this  means  Pasteur  was  able  to  separate  the  optically  active  amy) 

alcohol  from  wobutylcarbinoi,  gg'>CH.CH,.CH,.OH.     Both  are 

present  in  the  mixture  of  amyl  alcohols  boiling  at  131^-132°  ob- 
tained by  the  fractional  distillation  of  fusel-oil.  /sobutylcarbinol  is 
the  chief  constituent  of  the  mixture  of  amyl  alcohols  boiling  at  this- 
temperature. 

Ethylsulphuric  acid  forms  well-crystallized  salts.  Its  potas- 
sium salt  is  used  in  the  preparation  of  ethyl  compounds;  for  exam- 
ple, ethyl  bromide  is  readily  prepared  by  the  dry  distillation  of  a 
mixture  of  potassium  bromide  and  potassium  ethylsulphate: 

KO.SOa-O.jjOTT^K  «  KO-SOz-OK+CaHftBr. 

Potasrium  ethyl-  Potassium  Ethyl 

sulphate  sulphate  bromide 

» 

When  free  ethylsulphuric  acid  is  heated,  the  neutral  ethyl  ester 
of  sulphuric  acid  and  free  sulphuric  acid  are  formed: 

Simultaneously,  free  sulphuric  acid  and  ethylene  are  produced 

The  conversion  of  ethylsulphuric  acid  into  ether  is  described  in  6a. 
♦ba-jBa. 
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Dimethyl  sulphate,  (CHs),S04,  is  obtained  by  the  vacuum-dis- 
tillation  of  methylsulphuric  acid: 

2CH,HS0,  -  (CH,),S0,  +  H;504. 

It  is  an  oily  liquid,  boiling  at  188°,  and  is  often  employed  in  the 
introduction  of  methyl-groups  into  organic  compounds. 

Ethers. 

6i.  The  ethers  are  isomeric  with  the  alcohols.  Their  con- 
stitution  is  proved  by  Williamson's  synthesis,  the  action  of  an 
alkoxide  on  an  alkyl  halide: 


CnH2„+i-0.  Na+I  .C„H2„+i  =  CoHg^+x-O-C^Hj^+i+NaL 


This  synthesis  affords  confirmation  of  the  constitution  of  the 
alkoxides  indicated  in  43,  that  the  metal  occupies  the  place  of 
the  hydroxyl-hydrogen.  For,  supposing  it  were  otherwise,  the 
metal  having  replaced  a  hydrogen  atom  directly  linked  to  carbon, 
then  sodium  methoxide,  f«r  example,  would  have  the  formula 
Na«CH2«0H.  On  treatment  with  ethyl  iodide,  this  compound 
would  yield  propyl  alcohol: 


CjHfi.U  +  Na  .CH2OH  «  CjHfi.CHaOH+Nal. 


This  reaction  does  not  take  place.  Methylethyl  ether,  with  the 
empirical  formula  of  an  alcohol,  but  none  of  its  properties,  is  pro- 
duced instead. 

Williamson's  synthesis  is  also  possible  when  the  alkoxide  is  dis- 
solved in  dilute  alcohol  (50  per  cent.).  Though  so  much  water  is 
present,  the  reaction  is  almost  quantitative.  It  follows  that  the 
greater  part  of  the  sodium  alkoxide  must  be  present  as  such,  and 
is  therefore  not  decomposed  by  the  water  into  alcohol  and  sodium 
hydroxide  (55),  because  then  the  formation  of  the  ether  would  neces- 
sarily be  prevented. 

62.  The  best-known  compound  of  the  homologous  series  of 
ethers  is  diethyl  ether,  C2H5-0-C2H5,  usually  called  "ether." 
This  compound  is  manufactured,  and  also  prepared  in  the  labora- 
tory, from  sulphuric  acid  and  ethyl  alcohol.  For  this  purpose  a 
mixture  of  five  parts  of  alcohol  (90  per  cent.)  is  heated  with  nine 
parts  of  concentrated  sulphuric  acid  at  130°-140°.    When  ether 
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&ik1  water  begin  to  distil,  alcohol  is  allowed  to  flow  into  the  dis« 
tillation-flask  to  keep  the  volume  of  liquid  constant.  Ether  passes 
over  continuously,  but  after  about  six  times  as  much  alcohol  has 
been  added  as  was  in  the  first  instance  mixed  with  the  sulphuric 
acid,  the  distillate  becomes  richer  and  richer  in  alcohol,  and  finally 
the  formation  of  ether  stops  altogether.  Methylated  spirit  may  be 
substituted  for  pure  spirit,  the  product  being  called  "methylated 
ether." 

The  explanation  of  this  process  is  as  follows.  The  alcohol  and 
sulphuric  acid  first  form  ethylsulphuric  acid  (60).  Ethylsulphuric 
acid  is  decomposed  by  heating  with  water,  the  acid  and  alcohol 
being  regenerated: 

CaHg-IOSOaHTHJOH  =  C2H5-OH+H2S04. 


When,  however,  ethyl  alcohol  instead  of  water  reacts  with  ethyl- 
sulphuric acid,  ether  and  sulphuric  acid  are  formed  in  an  exactly 
analogous  manner: 


CgHs'lO-SOaH+HI.Q.CzHs  =  C2H5-O.C2H6+Hs^04 


The  production  of  ether  depends  upon  the  formation  of  ethyl- 
sulphuric acid,  and  subsequent  decomposition  of  this  compound 
into  ethyl  ether  and  sulphuric  acid  by  the  addition  of  more  alcohol. 
Since  the  sulphuric  acid  is  regenerated  in  this  reaction,  it  yields 
a  fresh  quantity  of  ethylsulphuric  acid,  so  that  the  process  is  con- 
tinuous. This  would  lead  to  the  expectation  that  a  small  quan- 
tity of  sulphuric  acid  could  convert  an  unlimited  amount  of  alco- 
hol into  ether,  but  this  is  not  b<5rne  out  by  experience.  The 
explanation  is  that  in  the  formation  of  ethylsulphuric  acid  from 
alcohol  and  sulphuric  acid,  water  is  formed  as  a  by-product: 

CjHfi.  |0H-f-H|S04H  =  C2H5.SO4H  +H2O. 

This  water  partly  distils  along  with  the  ether,  but  partly  remains 
in  the  flask,  decomposing  the  ethylsulphuric  acid  as  formed  into 
alcohol  and  sulphuric  acid.  When  the  amount  of  water  in  the 
reaction-mixture  exceeds  a  certain  limit,  it  prevents  the  formation 
of  fethylsulphuric  acid  altogether,  thus  putting  an  end  to  the  pro- 
duction of  ether. 

When  another  alcohol  is  allowed  to  flow  into  the  original  mix 
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ture  instead  of  ethyl  alcohol,  shortly  before  the  distillation  begins, 
a  mixed  ether  is  obtained: 


CaHs-ISOja+Hj.O.CftHi,  =  CaHg-O-CfiHu+HaSO*. 


This  reaction  proves  that  the  formation  of  ether  takes  place  in 
the  two  stages  mentioned  above. 

The  crude  ether  thus  obtained  contains  water,  alcohol,  and  smal) 
quantities  of  sulphur  dioxide.  It  is  left  in  contact  with  quicklime 
for  several  days,  the  water,  sulphur  dioxide,  and  part  of  the  alcohol 
being  thus  removed.  It  is  then  distilled  from  a  water-bath  heated 
to  about  55^.  To  remove  the  small  quantity  of  alcohol  remaining, 
it  is  extracted  several  times  with  small  volumes  of  water,  and  the 
water  run  off.  The  ether  is  separated  from  dissolved  water  by  dis- 
tillation, first  over  calcium  chloride  and  finally  over  sodium. 

63.  Diethyl  ether  is  a  colourless,  very  mobile  liquid  of  agree* 
able  odour,  boiling  at  35-4^,  and  solidifying  at  -117.6**.  Pro- 
onged  breathing  of  it  produces  imconsciousness,  followed  by  but 
slightly  disagreeable  consequences  on  awakening.  Ether  is  there- 
fore used  in  surgery  as  an  anaesthetic.  It  is  slightly  soluble  in 
water,  one  volume  dissolving  in  11-1  volumes  of  water  at  25**:  on 
the  other  hand,  water  dissolves  slightly  in  ether  (2  per  cent,  by 
volume  at  12**).  On  account  of  its  low  boiling-point,  ether  is  very 
volatile,  and  as  its  vapour  is  highly  combustible,  burning  with  a 
luminous  flame,  and  producing  an  explosive  mixture  with  air,  it 
is  a  substance  requiring  very  careful  handling.  Intense  cold  is  pro- 
duced by  its  evaporation,  the  outside  of  a  flask  containing  it  be- 
coming coated  with  ice  wherf  the  evaporation  of  the  ether  is  pro- 
moted by  the  introduction  of  a  rapid  stream  of  air. 

In  the  laboratory,  ether  is  an  invaluable  solvent  and  crystalliz- 
ing-medium  for  many  compounds,  and  is  used  for  extracting 
aqueous  solutions  (24).  It  is  also  of  great  utility  in  many  manu- 
facturing processes. 

Homologues« 

64.  Dimethyl  ether,  CHj-O-CH,,  is  obtained  analogously  to  ordi- 
nary ether,  and  is  a  gas  liquefying  at  -  20°.  The  higher  homologues 
are  liquids,  the  highest  being  solid  crjrstalline  substances.  All  have 
a  specific  gravity  considerably  less  than  1,  the  majority  between 
0.7  and  0.8. 
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The  ethers  are  oomparatiyely  stable  towards  chemical  reagents. 
IMlute  acids,  alkalis,  and  phosphorus  pentachloride  have  no  action 
on  them  at  the  ordinary  temperature.  Sodium  is  unable  to  dis- 
place any  of  their  hydrogen.  When,  however,  they  are  treated 
with  hydrogen  halides,  halogen  compounds  are  formed.  Thus,  gas- 
eous hydriodic  acid  passed  into  an  ether  at  the  ordinary  tempera- 
ture produces  an  alcohol  and  an  alkyl  iodide: 


At  higher  temperatures  water  and  an  alkyl  iodide  are  formed: 


laomerism. — This  may  be  caused,  as  in  the  alcohols,  by  branch- 
ing of  the  carbon  chains,  by  the  alteration  of  the  position  of  the 
03cygen  atom  in  the  molecule,  or  by  both  causes  simultaneously. 


ALKTL-RADICALS  LINKED  TO  SULPHUR. 

65.  The  elements  grouped  in  the  same  column  of  the  periodic 
system  (** Inorganic  Chemistry,"  211-221)  yield  similar  compounds, 
a  fact  traceable  to  their  having  equal  valences:  they  also  have 
similar  chemical  properties.  Experience  has  shown  that  organic 
compounds  containing  elements  of  such  a  group  display  the  proper- 
ties of  their  inorganic  analogues  in  every  variety  of  similarity  and 
dissimilarity,  their  points  of  resemblance  and  of  difference  being 
sometimes  even  more  marked  than  those  of  the  inorganic  com- 
pounds. A  comparison  of  the  oxygen  compounds  treated  of  up  to 
this  point  with  the  sulphur  compounds  of  similar  structure  will 
serve  as  an  example. 

The  alcohols  and  ethers  may  be  regarded  as  derived  from  water 
by  the  replacement  of  one  or  both  of  its  hydrogen  atoms  by  alkyl. 
The  corresponding  sulphur  compounds  are  similarly  derived  from 
sulphuretted  hydrogen,  and  are  represented  thus: 

CnH2n+l'SH      and      CnH2n4-l'S'Cn|H2m+l' 

The  first  are  called  mercaptanSj  and  the  second  thioethers. 

The  resemblance  of  these  compounds  to  the  alcohols  and  ethers 
is  chiefly  noticeable  in  their  methods  of  formation,  for  if  KSH 
instead  of  KOH  reacts  with  an  alkyl  halide,  a  mercaptan  is  formed: 


CnH2n+i-  X-hK  .SH  =  C„H2n+l-SH+KX. 


Like  the  alcohols,  the  mercaptans  have  one,  and  only  one, 
hydrogen  atom  in  the  molecule  replaceable  by  metals.  It  is  there- 
fore reasonable  to  suppose  that  the  hydrogen  atom  thus  distin- 
guished from  all  the  others  is  linked  to  sulphur,  the  other  hydrogen 
atoms  being  linked  to  carbon. 

78 
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Just  as  the  ethers  are  formed  by  the  action  of  alkyl  hahdes  on 
alkoxides,  so  the  thioethers  are  obtained  by  treating  the  metallic 
compounds  of  the  mercaptans,  the  mercaptidea,  with  alkyl  halides: 


CnH2„+i.S.[NaTll-C«H2„+i  «  C^Han+i-S-C^Ha^+i+Nal. 


Water  is  a  neutral  compound,  and  sulphuretted  hydrogen  is  a 
weak  acid;  in  consequence  alcohol  does  not  form  alkoxides  with 
the  bases  of  the  heavy  metals,  whereas  mercaptans  yield  mercap- 
tides  with  them.  An  alcohol  soluble  with  difficulty  in  water,  such 
as  amyl  alcohol,  does  not  dissolve  in  alkalis;  but  the  mercaptans, 
although  insoluble  in  water,  dissolve  readily  in  alkalis,  forming 
mercaptides.    They  therefore  possess  an  acidic  character. 

Mercaptans. 

66.  The  mercaptans  can  also  be  obtained  by  the  action  of  phos- 
phorus pentasulphide  upon  alcohols: 

^iiH2n+l  •OH-I-P2S6  — ►  5CnH2n+l  'SH; 

or  by  distilling  a  solution  of  potassium  alkylsulphate  with  potas- 
simn  hydrogen  sulphide: 

C2H5«  r0TSO^KTK7|SH  =  C2H5-SH+K2S04. 

They  are  liquids  almost  insoluble  in  water,  with  boiling-points 
markedly  lower  than  those  of  the  corresponding  alcohols.  Thus, 
methyl  mercaptan  boils  at  6°,  methyl  alcohol  at  66°.  They  are 
characterized  by  their  exceedingly  disagreeable  odour,  a  property 
characteristic  of  almost  all  volatile  sulphur  compounds.  Our 
olfactory  organs  are  very  sensitive  to  mercaptans,  and  can  detect 
the  merest  traces  of  them,  even  when  quite  unrecognizable  by 
chemical  means. 

Many  metallic  compounds  of  the  mercaptans  are  known,  some 
of  them  in  well-crystallized  forms.  The  mercury  mercaptides  fur- 
nish an  example  of  these  bodies,  and  are  produced  by  the  action 
of  mercaptans  on  mercuric  oxide,  whence  the  name  of  these  com- 
pounds is  derived  (by  shortening  corpus  mercurio  aptum  to  mer- 
captan).  Many  of  the  other  heavy  metals,  such  as  lead,  copper, 
and  bismuth,  yield  mercaptides:  the  lead  compounds  have  a  yellow 
colour.  The  mercaptan  is  liberated  from  all  mercaptides  by  the 
addition  of  mineral  acids. 
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Thioethers. 

67.  In  addition  to  the  methods  given  in  65  for  the  preparation  of 
thioethers,  the  action  of  potassium  sulphide,  E3S,  upon  the  salts 
of  alkylsulphuric  acids  may  be  employed: 

2CaHs|O.SQ3K4-K3|S  -  (CH6),S+2K2S04. 

Potassium 
ethylsulphate 

The  thioethers  are  neutral  compounds  with  an  exceedingly  offen- 
sive odour.  They  are  liquids  insoluble  in  water,  and  yield  double 
compounds  with  metallic  salts,  such  as  (C2H5)2S*HgCl2. 

With  one  molecule  of  an  alkyl  iodide  the  thioethers  form  remark- 
able crystalline  compounds  of  the  t3rpe  (C2H5)sSI.  These  com- 
pounds, called  sulphxmium  iodides f  are  readily  soluble  in  water. 
Moist  silver  oxide  replaces  the  I-atom  by  hydroxyl : 

(CH\)3SI  +  AgOH  =  (CH5)3SOH+AgL 

The  sidphanium  hydroxides  thus  obtained  dissolve  easily  in  water, 
and  are  very  alkaline  in  reaction.  They  are  strong  bases,  absorbing 
carbon  dioxide  from  the  air,  and  yielding  salts  with  acids.  In 
the  sulphonium  halides,  such  as  (02115)38  •CI,  sulphur  is  the  only 
element  to  which  the  univalent  alkyl-groups  and  univalent  Cl-atom 
can  be  united,  so  that  these  substances  must  have  constitutional 
fcNrmulffi  of  the  type 

S 

The  mercaptans  resemble  sulphuretted  hydrogen  in  being  slowly 
oxidized  by  contact  with  air,  whereby  they  are  converted  into  disul- 
phides  like  diethyl  disulphid€f 

C2H5«S«S -02115. 

The  hydrogen  linked  to  sulphur  has  been  removed  by  oxidation,  so 
that  the  disulphides  have  the  constitution  given  above.  A  further 
proof  is  their  formation  when  potassium  ethylsulphate  is  heated 
with  potassium  disulphide,  K2S2. 

Numerous  inorganic  compounds  containing  oxygen  and  sulphur 
exist.    Similar  substances  are  also  known  in  organic  chemistry. 
P  u 

The  sulphoxides,  q"j|^"^^>SO,  are  formed  by  the  oxidation  of 

thioethers  with  nitric  acid.  Their  constitution  is  indicated  by  the 
fact  that  they  are  very  easily  reduced  to  thioethers.     If  the  oxygen 
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were  linked  to  carbon,  they  would  not  behave  in  this  manner,  be« 
cause  neither  alcohols  nor  ethers  lose  their  oxygen  by  gentle  reduction. 

The  sulphonea  are  conf pounds  with  the  constitution  nlw**^*  ^  ^«» 

as  shown  in  68.  They  are  formed  by  energetic  oxidation  of  the  thio- 
ethers,  and  also  by  oxidizing  sulphoxides.  Nascent  hydrogen  is 
unable  to  effect  their  reduction. 

Sulphonic  Acids. 

68.  The  sidphonic  acids  result  when  mercaptans  undergo  vigorous 
oxidation  (with  nitric  acid).  They  have  the  formula  CaHsn+i  •SO,H. 
During  this  oxidation  the  alkyl-group  remains  intact,  for  the  salts 
of  these  sulphonic  acids  are  also  formed  by  interaction  of  an  alkyl 
iodide  and  a  sulphite: 

C,H,[iTk1S0,K  -  KI  +C,H,SO,K. 

Since  the  sulphur  in  mercaptans  is  directly  linked  to  carbon,  the 
same  is  true  of  the  sulphonic  acids.  This  is  further  proved  by 
the  fact  that  on  reduction  the  latter  yield  mercaptans.  The  struc- 
ture of  ethylsulphonic  acid  is  therefore  CH,»CH3*S0,H. 

The  group  SO,H  must  contain  a  hydroxyl-group,  because  PCle 
yields  with  a  sulphonic  acid  a  gulphanic  chloride,  CnHtn-i^i  •S0,C1, 
from  which  the  sulphonic  acid  may  be  regenerated  by  the  action 
of  water.    The  structure  of  the  compound  is  therefore 

CH..CH,.SO,.OH, 
but  it  is  still   doubtful   whether  the  group   SO,  contained    in 

it  has  the  structure  S  ^^  I  or  S^     that  is,  whether  the  sulphur 

in  sulphonic  acids  is  quadrivalent  or  sexivalent.  The  alkyl- 
sulphonic  acids  are  strongly  acidic,  very  hygroscopic,  cr3rstalline 
substances,  and  are  very  soluble  in  water. 

In  the  sulphonic  chlorides,  chlorine  can  be  replaced  by  hydrogen 
in  the  nascent  state.  The  bodies  thus  obtained  have  the  formula 
CnHsn^i  •SO^H,  and  are  called  aulphinic  acids.  When  an  alkyl  halide 
reacts  with  the  sodium  salt  of  a  sulphinic  acid,  a  sulphone  (67)  is 

formed:  ^ ,  p  tj 

aH^OjNa  +  BrlCH,  -  ^2«5>so^^.NaBr. 

This  mode  of  preparation  is  a  proof  of  the  constitution  of  the  sul- 
phones. 

Selenium  and  tellurium  compounds  corresponding  to  most  of  these 
sulphur  compounds  are  known,  and  have  also  a  most  offensive  odour, 
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I.  AMINES. 

69.  At  the  beginning  of  the  last  chapter  (65)  it  was  stated  that  t^e 
properties  possessed  by  inorganic  compounds  are  even  more  marked 
in  their  organic  derivatives.  The  compounds  to  be  described  in 
this  chapter  afford  another  striking  example  of  this  phenomenon. 

The  term  amines  is  applied  to  substances  which  may  be  regarded 
as  derived  from  ammonia  by  exchange  of  hydrogen  for  alkyl-radi- 
cals.  The  most  characteristic  property  of  ammonia  is  its  power  of 
combining  with  acids  to  form  salts  by  direct  addition:    . 

NH3+H.X=NH4.X. 

Tervalent  nitrogen  is  thereby  made  quinquivalent,  a  change  ap- 
parently intimately  connected  with  its  basic  character.  This 
property  is  also  found  among  the  alkylamines.  They  are,  at  least 
those  low  in  the  series,  better  conductors  of  electricity  for  the 
same  molecular  concentration  of  their  aqueous  solutions,  and  are 
therefore  more  strongly  basic  than  ammonia  itself  ("Imorganic 
Chemistry,"  66  and  238).  This  applies  also  to  the  organic  com- 
pounds corresponding  to  ammonium  hydroxide,  NH4OH.  TJhe  last- 
named  substance  is  not  known  in  the  free  state,  but  it  exists  in 
the  aqueous  solution  of  ammonia.  It  is  very  unstable,  being  com- 
pletely decomposed  into  water  and  ammonia  by  boiling  its  solu- 
tion. It  has  only  weakly  basic  properties,  because  there  are  but 
few  NH4-ions  and  OH-ions  in  its  aqueous  solution,  apparently 
because  the  compound  NH4OH  has  a  very  strong  tendency  to 
break  up  into  NH3  and  H2O.  Such  a  decomposition  is,  however, 
no  longer  possible  for  compounds  containing  four  alkyl-groups  in 
place  of  the  four  hydrogen  atoms  of  the  NHd-group,  and  experi- 
ence has  shown  that  these  compounds  possess  great  stability. 
Since  the  nitrogen  cannot  revert  to  the  tervalent  condition,  their 
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basic  character,  in  comparison  with  that  of  NH4OH,  is  so  strength- 
ened that  they  are  ionized  to  the  same  degree  as  the  alkalis,  being 
almost  completely  dissociated  in  j^^-normal  solutions. 

The  amines  yield  complex  salts  fully  analogous  to  the  platinum 
salt,  (NH4)2PtCl6,  and  the  gold  salt,  NH4AUCI4,  of  ammonia. 

ITomenclature  and  Isomerism. 

70.  The   amines   are   called   primart/,   secondary,   or  tertiary^ 
according  to  whether  one,  two,  or  three  hydrogen  atoms  of  NH^ 
have  been  exchanged  for  alkyl-radicals.    The  compounds  NrJoHT" 
in  which  R  stands  for  an  alkyl-radical,  are  called  quaternary  ant' 
monium  bases. 

Isomerism  of  the  amines  may  be  due  to  different  causes.  Fiifet, 
to  branching  of  the  carbon  chain,  just  as  in  the  alcohols  and  other 
compounds.  Second,  to  the  position  occupied  by  the  nitrogen  in 
the  molecule.  Third,  to  both  causes  simultaneously.  In  addition 
to  these,  the  primary,  secondary,  and  tertiary  nature  of  the  amines 
must  be  taken  into  account.  A  compound  C3H9N,  for  example, 
can  be  propylamine  or  ^propylamine,  CH3«CH2«CH2«NH2  or 

qS^>CH-NH2,  primary;  methylethylamine,  q  j|  >NH,  second- 

CH3V 
ary;  or  trimethylamine,  CHa—N,  tertiary. 
CH3/ 


Methods  of  Formation. 

71.  HoFMANN  discovered  that  when  an  alcoholic  or  aqueous 
solution  of  ammonia  is  heated  within  alkyl  halide,  the  following 
reactions  take  place. 

I.  C„H2n+i-Cl+pNH3  =  HCl+C^H2„+iNH2  +  (p-l)NH3. 

The  alkyl-group  thus  takes  the  place  of  one  hydrogen  atom  in 
NH3,  this  atoh^uniting  with  the  halogen  atom  of  the  alkyl  halide 
to  form  a  hydrogen  halide.  This  acid  can  unite  with  the  primary 
amine  formed,  or  with  the  ammonia,  and  in  fact  combines  with  a 
portion  of  each. 
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The  primary  amiDe  remaining  free  reacts  further  with  the  sdkyl 
faalide  in  the  same  way: 


II.  C,|H2n+lCl-t-9NH2-CnH2„+l  -HCl  +  (C«H2n+l)2NH  + 
A  part  of  this  secondary  amine  also  remains  free  and  enters 

into  reaction  in  its  turn: 

III.  C„H2„+i.Cl+r(C„Hai+,)2NH  -  HCl  +  (C„H2n+i)3N  + 

+  (r-l)NH(C^H2n+i)2. 

Lastly,  the  tertiary  amine,  which  also  remains  partly  free, 
unites  with  the  alkyl  halide,  yielding  the  halide  of  a  quaternary 
ammonium  base: 

IV.    (CnH2n+l)8N+CoH2,,+i.Cl-  (C^H2n+l)4N.a 

It  is  assumed  that  excess  of  ammonia  was  employed;  but  even 
when  it  is  otherwise,  and  in  general  for  every  proportion  of  alkyl 
halide  and  ammonia,  the  reaction  takes  place  in  these  four  phases. 
The  final  result  is,  therefore,  that  the  primary,  secondary,  and  ter- 
tiary amines,  and  the  ammonium  base,  are  formed  together.  It 
is  often  possible,  however,  so  to  adjust  the  proportion  of  ammonia 
and  alkyl  halide,  together  with  the  duration  of  the  reaction,  etc., 
that  a  given  amine  is  the  main  product,  and  the  quantities  of  the 
other  amines  are  small.  The  nature  of  the  alkyl-group  also  exer- 
cises a  great  influence  upon  the  character  of  the  reaction-product. 

The  separation  of  the  ammonium  bases  from  the  ammonia  and 
amines  is  simple,  because,  while  the  amines  are  liquids  volatilizing 
without  decomposition,  or  gases,  the  ammonium  bases  are  not  vol- 
atile. When,  therefore,  the  mixture  of  the  amine  hydrohalides 
and  the  ammonium  bases  is  distilled  after  addition  of  caustic 
potash,  only  the  free  amines  pass  over. 

To  separate  the  primary  amines  from  the  mixture  of  the 
hydrohalides  of  the  three  amines,  fractional  crVvStallization  is  often 
employed  for  the  lower  members,  methylamine,  dimethylamine. 
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and  so  on.  The  propylamines  and  those  succeeding  can  be  sepa- 
rated by  fractional  distillation. 

Various  methods  of  preparing  primary  amines  unmixed  with 
secondary  or  tertiary  are  known  (85,  Z04,  244,  254,  and  328). 

The  velocity  of  the  formation  of  tetraalkylammonium  iodides  from 
triothylamine  and  an  alkyl  iodide  or  bromide  has  been  investigated 
by  Menschutkin.  It  is  apparently  a  bimolecular  reaction  ("In- 
organic Chemistry,"  50),  and  therefore  takes  place  according  to 
the  equation 

dx 


where  «  is  the  velocity,  k  the  constant  of  the  reaction,  a  and  b  the 
quantities  of  amine  and  iodide  per  unit  volume  expressed  in  mole- 
cules, and  X  the  quantity  of  both  which  has  entered  into  reaction 
after  the  time  t.  For  the  investigation  of  these  velocities,  weighed 
quantities  of  the  amine  and  iodide  are  brought  into  contact  in  a 
suitable  solvent,  the  solution  heated  in  a  sealed  tube  at  100°,  and 
after  known  intervals  of  time  x  determined.  With  the^aid  of 
higher  mathematics  it  is  possible  to  solve  the  equation  ^w^,  and 
it  is  found  that  the  value  of  A;  is  constant  for  every  reaction:  that 
is,  if  corresponding  sets  of  values  are  substituted  for  t  and  x  in  the 
equation,  on  solving  it  the  same  value  is  always  obtained  for  k. 
The  greater  the  molecular  weight  of  the  alkyl-r%^||iil,  the  smaller 
is  fc,  although  the  decrease  is  not  very  marked:  for  example,  when 
the  amine  reacts  with  propyl  bromide,  A;==0-00165;  with  octyl 
bromide  *= 0-001 10  (with  acetone  as  solvent).  The  equation  is 
always  applicable,  being  independent  of  the  solvent  used,  as  might 
be  expected  from  the  fact  that  it  does  not  contain  any  term  depend- 
ent upon  the  nature  of  the  solvent.  There  was  made,  however,  an 
unexpected  observation  of  the  extraordinarily  great  influence 
exercised  by  the  nature  of  the  solvent  upon  the  values  of  k.  Using 
hexane  as  a  solvent,  A:  =  0-000180  for  the  combination  of  triethyl- 
amine  and  ethyl  iodide:  for  methyl  alcohol,  on  the  other  hand, 
Jb=0- 0516,. or  286-6  times  as  great. 

In  many  other  instances  the  nature  of  the  solvent  exercises  an 
important  influence  upon  the  velocity  of  reaction,  but  a  satisfactory 
explanation  of  the  phenomenon  is  still  lacking. 
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Properties. 

72.  The  primary,  secondary,  and  tertiary  amines  are  sharply 
distinguished  from  one  another  by  their  different  behaviour  towards 
nitrous  acid,  HO -NO. 

Primary  amines  yield  alcohols,  with  evolution  of  nitrogen: 


CnHzn+l 

-l-OH 


H2 
O 


CoHzn+i-OH  +  Na+HgO. 


The  reaction  is  fully  analogous  to  the  decomposition  of  ammonium 
nitrite  into  water  and  nitrogen: 


NHa-HONO-jl^ 


H2 
O 


2H2O+N2. 


Secondary  amines  yield  nitrosamines: 

(CnH2n^l)2N[HTHO|NO  =  (C„H2n+,)2N.NO+H20. 

The  lower  members  are  yellowish  liquids  of  characteristic  odour, 
and  are  slightly  soluble  in  water.  They  are  easily  reconverted  into 
secondary  amines  by  the  action  of  concentrated  hydrochloric  acid 
(285) :  this  is  a  proof  of  the  structure  given  above,  because  if  the 
nitroso-group  were  directly  linked  to  a  carbon  atom  either  by  its 
oxygen  or  by  its  nitrogen,  it  would  not  be  possible  thus  to  recon- 
vert the  nitrosamine  into  a  secondary  amine. 

Tertiary  amines  are  either  unacted  on,  or  oxidized,  by  nitrous 
acid. 

Their  behaviour  with  nitrous  acid  therefore  affords  a  means  of 
distinguishing  the  three  classes  of  amines  from  one  another.  It 
also  serves  as  a  basis  for  the  separation  of  the  secondary  and  ter- 
tiary amines  in  the  pure  state  from  a  mixture  of  the  two.  When  a 
concentrated  solution  of  sodium  nitrite  is  added  to  a  hydrochloric- 
acid  solution  of  a  mixture  of  the  two  amines,  the  secondary  amine 
is  converted  into  a  nitrosamine:  this  collects  as  an  oil  on  the  sur- 
face of  the  aqueous  solution,  and  can  be  removed  by  means  of  a 
scpara ting-funnel.  The  tertiary  amine  is  not  attacked,  but  re- 
mains in  the  aqueous  solution  in  the  form  of  a  salt:  it  can  be 
obtained  by  distilling  with  caustic  potash.  Any  primary  amine 
present  is  decomposed  during  the  process. 
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Another  method  of  distinguishing  between  primary,  secondary, 
and  tertiary  amines  consists  in  the  determination  of  the  number  of 
alkyl-groups  with  which  the  amine  can  combine.  For  example,  if 
a  compound  C3H9N  is  propylamine,  C3H7NH2,  it  should  yield,  when 
heated  with  excess  of  methyl  iodide,  a  compound 

,p^^7NI  -  CeHieNI: 

or  if  C3H9N  =  ^jj^>NH,    the    same    treatment    should    yield 

^CH^jNI^  C6H14NI:  orlastly,if  C3H9N=  (CH3)3N,  there  would  be 

obtained  (CH3)4NI=C4Hi2NI.  A  titration  of  the  iodine  ion  of 
the  quaternary  ammonium  iodide  formed  determines  whether 
C3H9N  is  primary,  secondary,  or  tertiary. 

Hofmann's  test  for  primary  amines  is  described  in  84. 

Individual  Members. 

73.  The  lower  members  are  inflammable  gases,  and  are  very 
soluble  in  water;  thus,  1150  volumes  of  methylamine  dissolve  in 
one  volume  of  water  at  12- 5°.  The  succeeding  members  have  low 
boiling-points,  and  are  miscible  with  water  in  all  proportions. 
Both  they  and  the  lower  members  have  a  characteristic  ammo- 
niacal  odour,  like  boiled  lobsters.  The  higher  members  are  odour- 
less and  insoluble  in  water.  The  specific  gravities  of  the  amines 
are  considerably  less  than  1,  that  of  methylamine  being  only  0-699 
at— 11^  The  following  table  indicates  the  variations  of  their 
boiling-points. 


Alkyl-RadicaL 

Methyl 

Ethyl 

n-Propyl 

n-Butyl 

n-Octyl 


Primary. 


Secondary. 


Tertiary. 


-6° 
180° 


70 

56° 

98° 

160° 

297° 


3.5° 

90° 

156° 

215° 

366° 


Methylamine  occurs  in  Mercurialis  perennis,  dimethylamine  and 
trimetkylamiTte  in  herring-brine. 
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Trimethylaminei  (CH3)8N,  can  be  readily  prepared  by  heating 
ammonium  chloride  with  formaldehyde  (''Formalin/'  1x7)  in  an 
autoclave  at  120°-160°: 

2NH3 +9CH,0  =  2(CH3)3N  +3C0, +3H,0. 

Tetramethylammonium  hydroxide^  (CH3)4N«OH,  is  obtained  by 
treating  a  solution  of  the  corresponding  chloride  in  methyl  alcohol 
with  the  equivalent  quantity  of  caustic  potash.  After  filtering  off 
the  precipitated  potassium  chloride,  the  solution  is  diluted  with 
water,  and  evaporated  in  vacuo  at  35°  to  remove  the  alcohol.  The 
base  crystallizes  out  as  hydrates,  which  are  very  hygroscopic  and 
absorb  carbon  dioxide  readily.  It  is  decomposed  by  heat  into- 
trimethylamine  and  methyl  alcohol: 

(CH3)4N.OH  =  (CH3)3N  +CH3OH. 

The  higher  ammonium  bases  are  converted  by  heat  into  a  tri* 
alkylamine,  water,  and  a  hydrocarbon  CnH2n: 

(C2H6)4N.OH=  (C2H5)3N+C2H4+H20. 
TriethylamiDe     Ethylene 

The  structure  of  the  ammonium  bases  is  thus  explained.  Only 
the  nitrogen  atom  is  able  to  link  to  itself  the  four  univalent  alkyl- 
groups  and  the  univalent  hydroxyl-group.  It  must  be  assumed 
to  be  quinquivalent  in  these  compounds,  and  the  constitution  of 
the  ammonium  bases  is  therefore 


CpH2p+l^ 


*2in+l"^^^'^QJJ 


n,  m,  p,  and  r  being  similar  or  dissimilar. 

Alkyl-derivatives  of  hydrazine  or  diamtdef  HjN^NHa,  are  also- 
known.  Among  the  methods  for  their  preparation  may  be  men- 
tioned the  direct  introduction  of  an  alkyl-group  into  hydrazine,  and 
the  careful  reduction  of  nitrosamines  (72).  They  have  little  power 
of  resisting  oxidizing  agents,  reducing  an  alkaline  copper  solution, 
for  example,  at  the  ordinary  temperature. 

74.  Triethylamine  is  soluble  in  water,  although  at  about  20' this 
solution  separates  into  two  layers.  The  upper  consists  of  a  solu- 
tion of  water  in  the  amine,  and  the  lower  of  a  solution  of  the  amin& 
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in  water.  In  the  neighbourhood  of  20°  a  slight  rise  ia  temperature 
effects  this  separation  into  two  layers,  merely  holding  the  tube  for 
a  short  time  in  the  warm  hand  being  sufficient. 

This  separation  at  a  definite  temperature  is  best  understood 
from  a  consideration  of  the  solubility-curve  of  the  system  amine  + 
vxjiier.    This  amine  (Fig.  27)  is  less  soluble  in  warm  water  than  ia 
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Fig.  28. — Usual  Form  of  Solubility-curve  for  Two  Liquida. 

cold,  and  below  20°  is  miscible  with  water  in  all  proportions.  K, 
for  example,  increasing  quantities  of  the  amine  be  added  to  water 
at  30°,  it  dissolves  until  the  amoimt  of  amine  reaches  about  5  per 
cent.  (c/.  Fig.  27).  The  solution  is  then  saturated,  and  addition  of 
more  of  the  amine  produces  a  second  layer  of  liquid.  On  the  other 
hand,  when  water  is  added  to  triethylamine  at  25°,  it  dissolves 
until  the  amount  of  water  reaches  about  5  per  cent.  (c/.  Fig.  27). 
Beyond  this  point  two  layers  are  formed.  The  line  DC  is  the  solu- 
bility-curve for  waterc^^ed  in  triethylamine,  and  the  line  AB 
that  for  triethylamin^i^^ter.  When  the  temperature  falls,  on 
the  one  hand  the  solubility  of  the  water  in  the  amine  increases,  and 
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on  the  other  that  of  the  amine  in  the  water,  so  that  the  solubility- 
curves  meet  between  B  and  C.  The  whole  area  is  divided  into  two 
parts  by  the  solubility  curves.  All  points  within  ABCD  correspond 
to  two  layers  of  hquid,  and  all  points  outside  it  to  a  homogeneous 
mixture. 

If,  for  example,  the  abscissa  PQ  is  drawn  for  a  mixture  of  20  per 
cent,  of  amine  and  80  per  cent,  of  water,  the  mixture  is  homogeneous 
for  all  temperatures  up  to  the  point  R,  and  heterogeneous  above  that 
temperature.  Along  the  very  steep  portion  of  the  curve,  repre- 
sented in  this  special  case  by  the  part  BC,  a  slight  rise  in  tempera- 
ture must  evidently  result  in  separation  of  the  hquid;  because  al- 
though at  about  20^  (the  point  R)  an  80  per  cent,  amine  solution  of 
water  and  a  20  per  cent,  aqueous  solution  of  amine  are  just  about 
to  form,  at  R'  (less  than  1°  higher)  the  separation  would  produce 
an  80  per  cent,  aqueous  solution  of  amine  and  a  20  per  cent,  amine 
solution  of  water.  It  follows  that  in  this  part  of  the  curve  a  small 
rise  of  temperature  must  cause  a  separation  of  water  sufficient  to 
alter  the  composition  of  one  of  the  layers  from  20  per  cent,  to  80 
per  cent,  of  amine. 

It  has  been  already  mentioned  that  the  relative  solubility-curve 
for  the  system  water  +  triethylamine  has  an  abnormal  path  in  the 
portion  BC.  Moreover,  the  whole  curve  differs  from  those  ordi- 
narily obtained.  The  solubility  of  hquids  partially  miscible  with 
one  another  usually  increases  with  the  temperature,  just  as  in  the 
case  of  solids  and  liquids,  so  that  the  ordinary  curve  is  therefore  the 
converse  of  that  in  Fig.  27,  and  is  usually  as  repiesented  in  Fig.  28. 

II.    NITRO-COMPOUNDS. 

75.  When  silver  nitrite  reacts  with  an  alky!  iodide,  two  cono- 
pounds  are  formed,  both  with  the  empirical  formula  CnH2n+iN02, 
but  having  different  boiling-points.  From  ethyl  iodide,  for  ex- 
ample, a  substance  C2H6NO2,  boiling  at  17°,  and  another  boiling 
at  113°-114°,  are  obtained.  The  two  isomerides  are  therefore  read- 
ily separated  by  fractionation. 

The  compound  of  lower  boiling-point  is  decompose^  into  alcohol 
and  nitrous  acid  by  the  action  of  caustic  potash.  It  must  there- 
fore be  looked  upon  as  an  ester  of  nitrous  acid,  being  formed  thus; 


CnHgn^iil+Api'ONO  =  C„H2„+i.0X0+AgI. 

When  these  esters,  or  alkyl  mtrHeSj  are  reduced,  they  are  con- 
verted into  an  alcohol  and  ammonia. 


v- 
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The  compound  boiling  at  the  higher  temperature  behaves  quite 
differently.  It  is  not  converted  into  a  nitrite  and  alcohol  by  the 
action  of  alkalis,  and  on  reduction  its  two  oxygen  atoms  are  replaced 
by  two  hydrogen  atoms,  with  formation  of  a  primary  amine; 

C«H2„+iN02--C«H2,^iNH2. 

The  last  rSction  shows  that  the  nitrogen  in  this  class  of  com- 
pounds is  directly  linked  to  carbon,  because  it  is  so  in  the  ammes. 
The  oxygen  atoms  cannot  be  linked  otherwise  than  to  the  nitrogen, 
because  the  reduction  to  amine  takes  place  at  the  ordinary  tem- 
perature. Under  these  conditions  it  is  not  possible  to  replace 
oxygen  directly  linked  to  carbon,  for  neither  alcohols  nor  ethers 
are  reduced  at  low  temperatures  to  substances  not  containing 
oxygen.  This  leads  to  the  conclusion  that  these  substances,  called 
nitro-compoundsj  have  the  constitution  CnH2n+i — NO2. 

Nitrocompounds  therefore  contain  a  group  NO2,  the  nitrogen  atom 
being  directly  linked  to  carbon;  this  group  is  called  the  nitro^oup. 

The  names  of  these  compounds  are  formed  from  those  of  the 
saturated  hydrocarbons  by  means  of  the  prefix  nitro.  The  com- 
pound CH3NO2  is  thus  nitromethane;  C2H6NO2  is  nitroethane;  and 
so  on.  The  members  of  this  homologous  series  are  called  nitro- 
paraffins.  They  are  colourless  liquids  of  ethereal  odour;  the  lower 
members  are  slightly  soluble  in  water.  They  all  distil  without 
decomposition. 

76.  The  nitro-derivatives  have  a  number  of  characteristic  pro- 
perties, among  them  the  possession  of  one  hydrogen  atom  replaceable 
by  alkali-metals,  especially  sodium.  This  sodium  compound  is  most 
readily  obtained  by  the  action  of  sodium  ethoxide  or  methoxide  upon 
the  nitro-compound  in  absolute-alcoholic  solution.  A  fine,  white, 
crystalline  precipitate  is  thus  formed,  that  from  nitroethane,  for 
example,  having  the  composition  C2H4NaN02.  The  insolubility 
of  these  sodium  compounds  in  absolute  alcohol  is  sometimes  em- 
ployed in  the  separation  of  the  nitroparaflnns  from  other  substances. 

This  power  of  exchanging  hydrogen  for  sodium  only  exists 
when  at  least  one  hydrogen  atom  is  linked  to  the  carbon  atom 
carrying  the  nitro-group.  As  from  nitroethane,  a  metallic  com- 
pound is  obtained  from  secondary  nitropropane, 

CH3.CH<^H.: 
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but  tertiary  nitrobutane, 

CH3V 

CH3-9C.NO2, 

CH3/ 

does  not  yield  any  corresponding  metallic  derivative.  It  was  for- 
merly supposed  that  the  metallic  atom  in  these  sodlnn  compounds 
occupied  the  position  of  a  hydrogen  atom  which  had  been  linked 
to  the  carbon  atom  attached  to  the  N02-group;  thus  C2H4NaN02 

/NO2 
was  supposed   to  have  the  structure  CHs-C^H     .     The  incor* 

\Na 
rectness  of  this  view  has  been  established  (Pseudo-acufe;  281). 

When  an  alkaline  solution  of  a  nitro-compound  is  brought  into 
contact  with  bromine,  one  (or  more)  of  its  hydrogen  atoms  linked 
to  the  same  carbon  atom  as  the  nitro-group  is  replaced  by  bromine. 
This  reaction  is  analogous  to  the  substitution  by  metals,  it  being 
still  possible,  for  example,  to  introduce  one  bromine  atom  into 

/Br 
«H3-CHBrN02,  but  not  into  CHa-Cf-CHs 

\N02. 

77.  The  behaviour  of  nitro-compounds  with  nitrous  acid  is  very 
characteristic,  and  affords  a  method  of  distmguishiag  between  pri- 
mary, secondary,  and  tertiary  nitro-derivatives.  The  reaction  is  car- 
ried out  by  addmg  sodium  m trite  to  an  alkaline  solution  of  the 
nitro-compound,  and  acidifying  with  dilute  sulphuric  acid.  From 
a  primary  nitro-compound,  Siu  alkylnitrolic  add  is  formed: 

N.OH 


CH8>C|H,  +  0|N0H  -CH3-C^J^Q^"-fH,0. 

N0»  Ethylnitrolic  acid 

The  constitution  of  these  compounds  is  indicated  by  their  produc- 
tion from  a  dibromonitro-com pound  by  the  action  of  hydroxy lamine, 
HtNOH:. 

NOH 


CH3-C|Br,  +  H2|NOH  -  CH,.C^  JJq    +2HBr. 
^N02 

The  alkylnitrolic  acids  dissolve  in  alkalis,  yielding  metallic  com- 
pounds of  blood-red  colour,  this  reaction  affording  a  characteristic 
test  for  them.     They  crystallize  well,  but  are  by  no  means  stable. 


I 
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When  amilarly  treated,  the  secondary  nitro-compounds  yield 
^peeudcnitrols.   They  contain  the  group  =C  <  vq  ' 


C^;>''<ifSNO.CH.,e<NO,HA 

PropyliMeuJonitrol 

When  affid,  the  pseudonitrois  are  colourless,  crystalline  sub* 
stances,  but  have  an  intense  blue  colour  in  the  fused  state  or  in 
solution.    This  characteristic  serves  as  a  test  for  them. 

Lastly,  the  tertiary  nitro-compounds  are  not  acted  on  by  nitrous 
acid. 

Among  the  other  properties  of  nitro-coropounds  is  their  decom- 
position into  the  acid  with  the  same  number  of  carbon  atoms  and 
hydroxylamine,  by  heating  with  hydrochloric  acid: 

CH,.CH,.NO,+H.O  -  CH,.COOH-hH,NOH. 

Nitroethane  Acetic  acid     Hydroxylamine 

The  mechanism  of  this  reaction  is  explicable  on  the  assumption  that 
the  nitro-compound  is  first  transformed  into  a  hydroxamie  acid ;. 

R.CH3NOa-»R.C^J'2^. 

Hydroxamio  add 

The  hydroxamie  acid  is  then  converted  by  the  water  present  into 
the  add  and  hydroxylamine: 

R.C^  OH^  +  ^»^  -R-C^  OH  +I^2N0H. 

Add        Hydroxylamine 


ALKTL-RADICALS  LINKED  TO  OTHER  ELEMENTS. 

I.  ALKYL-RADICALS  LINKED  TO  ELEMENTS  OF  THE  NITROGEN 

GROUP. 

78.  Ammonia  unites  readily  with  acids,  with  formation  of  salts. 
Phosphine,  PH3,  also  possesses  this  property,  sdthough  the  plios- 
phonium  salts,  PH4X,  are  decomposed  even  by  water  into  an  acid 
and  phosphine. 

The  basic  character  has  wholly  disappeared  in  arsine,  AsHa, 
and  stibine,  SbHa.  Bismuth  does  not  yield  a  hydride,  and  possesses 
only  very  slight  traces  of  the  characteristics  of  metalloids. 

Ammonia  cannot  be  easily  oxidized,  and  is  unacted  on  by  the 
oxygen  of  the  atmosphere  at  ordinary  temperatures.  On  the 
other  hand,  the  hydrides  of  phosphorus,  arsenic,  and  antimony  are 
readily  oxidized. 

All  these  properties  are  displayed  by  the  compounds  of  these 
elements  with  alkyl-radicals. 

Phosphines. 

79.  The  amines  3deld  stronger  bases  than  ammonia.  Similarly, 
the  phosphines  form  stronger  bases  than  phosphine.  In  both  cases 
this  property  becomes  more  marked  as  the  number  of  alkyi-groups 
replacing  hydrogen  atoms  increases.  The  salts  of  the  monoalkyl- 
phosphines,  for  example,  are  decomposed  by  water,  whereas  those 
of  the  dialkylphosphines  and  trialkyl phosphines  are  not.  The 
quaternary  phosphonium  haseSy  PR.OH,  are  as  strongly  basic  as 
the  ammonium  bases.  When  a  phosphonium  base  is  heated,  it 
does  not,  iTke  an  ammonium  base  (73),  decompose  into  an  alcohol 
<or  CnHgn  +  H»0)  and  a  trialkyl  base,  but  into  a  hydrocarbon  C&Hta^t 
and  an  oxygen  compound : 

(C,H,).F  .OH  -CjHe  +  (C,H,),PO. 

94 


i  80]  PHOSPHINES  AND  ARSINES,  85 

This  substance  is  called  triethylphosphine  oxide.  Id  this  reaction 
the  great  affinity  between  phosphorus  and  oxygen  plays  an  impor- 
tant part.  This  affinity  is  also  indicated  by  the  ease  with  which  the 
phosphines  undergo  oxidation,  a  change  effected  even  by  the  action 
of  the  air.  Nitric  acid  oxidizes  phosphine,  PHa,  to  phosphorie 
acid,  OP(OH)«:  in  an  analogous  manner  the  phosphines  take  up 
one  oxygen' atom,  and  in  addition  as  many  oxygen  atoms  as  there 
are  hydrogen  atoms  directly  linked  to  phosphorus: 

H,     Sives        (H0)2^-^'  H^  ^^^         HO  ^-^^ 

Monomethylphosphinio  Dimethylphosphioio 

acid  acid 

and  (CH.),^P  gives        (CH,),=P:0. 

Trimethylphosphioe  oxide 

The  constitution  of  these  compounds  is  established  by  a  variety 
of  oon^derations:  for  instance,  by  the  fact  that  the  manoalkylpho&' 
phifiic  acids  are  dibasic,  that  the  didlkylphosphinic  acids  are  mono* 
baaiCy  and  that  the  trialkylphosphine  oxides  have  no  acidic  propei^ 
«e8. 

The  phosphines  are  colourless  liquids  of  penetrating,  stupef3dns 
odour.  Methylphosphine,  CHsPH«,  is  a  gas:  in  very  small  quanti- 
ties triethylphosphine  has  an  odour  of  hyacinths. 

Methods  of  Fonnatioii. — Only  tertiary  phosphines  and  phospho* 
mum  compounds  are  formed  by  the  action  of  alkyl  halides  upon 
phosphine,  PH3.  Primary  and  secondary  phosphines  are  obtained 
by  heating  phosphonium  iodide,  PH4I,  with  an  alkyl  iodide  and 
iBnc  oxide. 

Arsines. 

80.  The  primary  and  secondary  arsineSf  H»AsCHi  and  H As(CH»)>> 
aie  obtained  by  reduction  of  monomethylarsenic  acid  and  dimethyl- 
Arsenic  acid,  (CH»)HAsO-OH  and  (CHalaAsO-OH,  by  amalgamated 
nnc^ust  and  hydrochloric  acid.  Both  are  immediately  oxidized 
by  the  air.  Tertiary  arsines  do  not  yield  bases  wilh  water.  They 
are  formed  by  the  action  of  a  zinc  alkide  on  arsenic  chloride,  AsCls, 
and  from  sodium  arsenide  and  an  alkyl  iodide: 

AsNa,4-3C,HJ  -  As(C,H»),+3NaT. 

Qtuxtemary  arsoniuni  basesy  however,  have  strongly  .marked  basic 
properties.    They  are  prepared  by  the  addition  of  alkyl  halides  to 
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tertiary  areines,  and  treatment  of  the  resulting  Mide  with  silver 

hydroxide. 

The  best-known  arsenic  derivatives  containing  alkyl-radicals  are 

the  cacodyl  compounds.    They  were  discovered  by  Bunsbn,  who  gave 

them  this  name  in  consequence  of  their  offensive  smell.     They  are 

very  poisonous.     The  name  cacodyl  is  applied  to  the  univalent  group 

CH 

Qjj'>As— .     Cacodyl  oxide,  [(CH3)2A8l,0,  is  formed  by  distilling 

arsenious  oxide  with  the  acetate  of  an  alkali-metal.  All  the  other 
cacodyl  compounds  are  obtained  from  cacodyl  oxide ;  thus,  cacodyl 
chloride f  (CHa)2AsCl,  is  prepared  by  heating  the  oxide  with  hydro- 
chloric acid,  and  cacodyl,  (CH3)2As»As(CHj|)2,  by  heating  the  chlo- 
ride with  zinc  in  an  atmosphere  of  carbon  dioxide.  When  brought 
into  contact  with  air,  both  ignite  spontaneously. 

Stibines  and  Bismuthines. 

The  tertiary  stUnnes  and  the  qitatemary  stibonium  bases  have  been 
obtuned  from  antimony.  The  first- named  are  very  readily  oxidized, 
taking  fire  spontaneously  in  the  air.  The  stibonium  bases  are  as 
basic  in  character  as  the  corresponding  N,  P,  and  As  derivatives. 
The  pentamethyl-derivative  SblCH,)^  is  also  known. 

Bismuth  does  not  yield  a  hydride,  but  tertiary  bismuthines ,  such 
as  (C3H5)3Bi,  have  been  prepared.  They  are  very  unstable,  and 
explode  when  heated.  They  do  not  form  addition-products  with 
alkyl  halides,  so  that  the  '*  bismuthonium  "  bases  are  unknown. 

n.  ALKYL-RADICALS  LINKED  TO  THE  ELEMENTS  OF  THE  CARBOJf 

GROUP. 

8i.  The  elements  in  each  group  or  column  of  the  periodic  system 
are  divided  into  two  sub-groups:  in  one  the  elements  are  electro- 
positive and  base-forming;  in  the  other  electro-negative  and  acid- 
forming  ("Inorganic  Chemistry,"  213).  In  the  first  division  of  the 
carbon  group  are  titanium,  zirconium,  and  thorium;  in  the  second, 
carbon,  silicon,  germanium,  tin,  and  lead.  Only  elements  belongitig 
C  to  electro-negative  sub-groups  are  capable  of  yielding  alkyl-compounds, 
this  being  true  not  only  of  the  carbon  group  of  elements,  but  also 
of  the  elements  of  the  other  groups.  In  1870,  Mendeleefp  for 
this  reason  predicted  that  the  then  unknown  element  germanium 
would,  in  accordance  with  its  position  in  the  periodic  system,  yield 
alkyl-derivatives;  this  prediction  was  confirmed  by  the  researches 
of  Winkler,  to  whom  science  is  indebted  for  the  discovery  of  this 
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element.  Titanium  belongs  to  the  electro-positive  sub-groupj  and 
though  in  many  respects  it  resembles  silicon,  it  has  not  been 
possible  to  prepare  its  alkyl-derivatives. 

Like  carbon,  the  elements  silicon,  germanium,  tin,  and  lead  are 
quadrivalent.  Numerous  attempts  have  been  made  to  prepare  com- 
pounds containing  chains  of  silicon  atoms  resembling  the  carbon 
chains.  They  have  not  been  successful,  no  compounds  containing  a 
chain  of  more  than  three  silicon  atoms  having  been  prepared.  As 
far,  therefore,  as  is  at  present  known,  silicon  lacks  the  power  of  form- 
ing long  chains  like  those  present  in  many  carbon  compounds.  On 
account  of  this  defect,  a  ''Chemistry  of  Silicon,"  analogous  to  the 
"Chemistry  of  Carbon,"  is  not  possible. 

The  silicon  alkides  have  a  character  analogous  to  that  of  the 
similarly  constituted  alkyl-derivatives  of  carbon.  For  example, 
silicon  tetraethide,  SiCCaHs)^,  and  tetraethylmethanef  CCCiHs)^,  are 
known.  Both  are  liquids,  and  are  not  acted  upon  by  either  fuming 
nitric  acid  or  fuming  sulphuric  acid  at  ordinary  temperatures,  but 
yield  substitution-products  with  chlorine.  Silicoheptane,  (C,H4)^iH, 
has  a  petroleum-like  odour,  a  resemblance  to  triethylmethane, 
(C.H.),CH. 

Organic  compounds  of  tin  containing  a  tin  atom  linked  to  four 
dissimilar  groups,  and  therefore  possessing  an  asymmetric  tin  atom, 
have  been  prepared  by  Pope.  He  has  also  succeeded  in  resolving 
these  derivatives  into  their  optically  active  components. 
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82.  When  excess  of  ethyl  iodide  is  warmed  with  zinc  (c/.  31) 
a  white  crystalline  compound,  C^HsZnl,  is  formed,  and  on  stronger 
heating  it  yields  zinc  eihidty  Zn(C2H5)2,  and  zinc  iodide: 

2C2H6ZnI  =  Zn(C2H5)2+Znl2. 

Zinc  etliide  can  be  separated  by  distillation,  which  must  be  per- 
formed  in  an  apparatus  filled  with  an  inert  gas,  because  this  com- 
pound, like  the  other  zinc  alkides,  bums  spontaneously  when  ex- 
posed to  air. 

The  metallic  alkides  are  colourless  liquids,  heavier  than  waiter. 
Zinc  methide  boils  at  46^,  zinc  ethide  at  118°,  and  zinc  propide  at 
146°. 
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When  an  alkyl  iodide  reacts  with  a  zinc  aikide,  a  saturated 
hydrocarbon  is  formed: 


CH3     L       I 

CH3  ^r^^^i 


;CH3^Znl2+2CH3-CH3. 


Water  converts  zinc  alkides  into  saturated  hydrocarbons  end 
zinc  oxide: 

Zn(CH3)2+H20  =  2CH4  4-ZnO. 

The  halogens  react  very  energetically  with  zinc  alkides,  yielding 
alkyl  halides. 

Sodium  cdkidea  and  potassium  alkides  are  formed  by  the  action 
of  sodium  and  potassium  respectively  upon  zinc  alkides.  These 
metals  dissolve  in  zinc  alkides,  precipitating  an  equivalent 
quantity  of  zinc.  Sodium  alkides  and  potassium  alkides  have  not 
been  obtained  in  the  pure  state,  but  only  in  solution  in  zinc  alkides. 

Very  remarkable  compounds  of  magnesium  have  been  obtained 
by  Grignard.  When  magnesium-turnings  are  brought  into  con- 
tact with  a  dry  ethereal  solution  of  an  alkyl  iodide,  one  gramme* 
molecule  of  the  latter  being  employed  for  each  gramme-atom  of 
magnesium,  a  reaction  ensues,  the  heat  evolved  raising  the  ether  to- 
the  boiling  point.  When  sufficient  ether  is  present,  all  the  mag- 
nesium dissolves,  forming  an  alkyl  magnesium  iodide ,  CnH2n+i  'Mg-I. 
This  is  combined  with  one  molecule  of  ether,  because  on  evap- 
oration to  dryness  the  residue  still  contains  equimolecular  propor- 
tions of  ether  and  the  metallic  compound. 

The  alkyl  magnesium  halides  of  the  type  R^Mg^X  can  also  be 
obtained  free  from  ether  by  dissolving  the  alkyl  halide  in  benzene, 
petroleum-ether,  and  other  solvents,  adding  magnesium,  and  induc- 
ing the  reaction  by  the  introduction  of  a  small  quantity  of  a  ter- 
tiary amine  or  of  ether  as  a  catalyzer. 

Unlike  the  zinc  alkides,  the  alkyl  magnesium  halides  do  not 
ignite  spontaneously  when  brought  into  contact  with  air.  They 
are  often  employed  for  syntheses,  notably  those  of  the  secondary 
and  tertiary  alcohols  (iii). 

The  alkyl  magnesium  halides  are  decomposed  by  water,  with 
formation  of  saturated  hydrocarbons: 

CnH2„+i  -Mg-Cl-hHaO  =  C„H2n+2+Mg(OH)a 
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Mercury  alkides  are  prepared  similarly  to  zinc  alkides.  They 
do  not  ignite  in  the  air,  and  are  dangerously  poisonous.  Such  com- 
pounds as  C«Hs*Hg*OH  are  weak  bases. 

Alkyl-derivatives  of  beryllium^  magnesium,  cadmium,  alumin- 
ium, thallium,  and  lead  have  also  been  obtained,  some  by  the  aid 
of  Grignaro's  alkyl  magnesium  halides.  A  t3rpical  instance  is  the 
formation  of  tin  ethide  by  the  interaction  of  stannic  bromide  and 
ethylmagnesium  bromide: 

SnBr4  +4C,H,.Mg.Br  -  Sn(C,H,),  +4  MgBr,. 


NITRILES  AND  ISON: 

83.  When  potassium  ethylsulphate  is  d\|tilled  with  potassium 
cyanide  or  anhydrous  potassium  ferrocyanide^rK4Fe(CN)e,  a  liquid 
of  exceedingly  unpleasant  odour  is  obtained.  By  fractional  distil- 
lation it  can  be  separated  into  two  substances,  both  with  the  formula 
CaHsN.  One  is  called  ethykarbylamine,  and  is  only  present  in 
small  proportion :  it  boils  at  82^,  and  has  a  disagreeable  smell  like 
that  of  the  original  mixture.  The  other  constitutes  the  main  por- 
tion, and  is  called  ethyl  cyanide:  it  boils  at  97°,  and  after  purifica- 
tion has  a  not  unpleasant  odour,  which  is  much  less  penetrating 
than  that  of  ethylcarbylamine. 

When  acted  upon  by  inorganic  acids,  these  isomerides  yield  quite 
different  decomposition  products.  Ethylcarbylamine  is  attacked 
at  ordinary  temperatures:  the  oily  layer  floating  on  the  surface  of 
the  acid  dissolves  completely,  and  the  disagreeable  odour 
disappears.  Formic  acidj  CH2O2,  can  be  obtained  from  this 
solution  by  distillation;  and  on  addition  of  caustic  potash  to  the 
residue  in  the  distilling-flask  and  subsequent  distillation,  ethyl- 
amine,  C2H5NH2,  passes  over,  indicating  that  the  nitrogen  atom 
in  ethylcarbylamine,  C3H5N,  is  directly  united  with  the  ethyl- 
group: 

C3H5N+2H20=CH202+C2H5NH2. 

Ethylcarbylamine  Formic  acid     Ethylamine 

Ethyl  cyanide  is  only  slowly  attacked  by  inorganic  acids  at 
ordinary  temperatures,  but  heating  accelerates  their  action.  On 
warming  the  mixture  in  a  flask  with  a  reflux-conden^r  and  subse- 
quent distillation,  propionic  acidf  C3H6O2,  passes  over.  This  acid 
contains  the  same  number  of  carbon  atoms  as  ethyl  cyanide,  C3H5N. 
On  making  the  residue  in  the  flask  alkaline  and  again  distilling, 
ammonia  is  obtained.  The  nitrogen  atom  in  ethyl  cyanide  cannot, 
therefore,  be  in  direct  union  with  the  ethyl-group: 

C3H5N+2H2O  =  C3H6O2+NH8. 

Ethyl  cyanide  Propionic  add 
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These  facts  indicate  that  the  nitrogen  atom  in  ethylcarbylaniine 
is  in  direct  union  with  the  ethyl-group^  and  that  the  three  carbon 
atoms  are  not  directly  united,  since  one  of  them  can  be  eliminated 
with  production  of  formic  acid.  In  ethyl  cyanide,  on  the  other 
hand,  there  must  be  a  chain  of  three  carbon  atoms  like  that  in 
propionic  acid  (87),  and  the  nitrogen  cannot  be  directly  linked  to 
the  ethyl-group.  These  facts  are  expressed  by  the  constitutional 
formulse 

I.  C2H5— NC,        II.  C2H5-CN. 

Carbylamine  •      (^anide 

On  account  of  their  method  of  formation,  each  must  contain  the 
group  CN. 

Ck)mpounds  with  a  structural  formula  like  I.  are  named  carbyl- 
mines  or  iaonitrilea;  those  with  a  structural  formula  like  II.  are  called 
cyanides  or  nitriles.  The  names  of  the  former  are  derived  from 
the  alkyl-radical  they  contain,  thus  methylcarbylamine,  etkylcar- 
bylamine,  etc.  The  latter  can  be  designated  analogously  methyl 
cyanide,  ethyl  cyanide,  etc.,  but  are  usually  called  nitriles  and  are 
named  after  the  acid  from  which  they  are  derived.  Thus  CHa-CN 
is  acetoniirUe,  and  C2H5-CN  propionitrile,  etc. 

The  constitution  of  the  groups  — CN  and  — NC  requires  further 

III  v_ 

consideration.    They  are  represented  as  — C=N      and  — N  =  C, 

the  first  with  a  triple,  and  the  second  with  a  quadruple,  bond  be- 
tween C  and  N.  The  reasons  for  adopting  these  formula  in  prefer- 
ence to  such  a  one,  for  example,  as  — C — N=  with  free  affinities  are 

stated  in  128. 

The  existence  of  a  bivalent  carbon  atom  in  the  carbylamines  in 
m    n 
a  group  — ^N=C  is  assumed  by  Nbf  and  some  other  chemists 

(c/.  367). 

Carbylamines. 

84.  Carbylamines  are  the  principal  product  of  the  interaction 
of  alkyl  iodides  and  sflver  cyanide.  They  can  also  be  obtained 
unmixed  with  nitriles  by  the  action  of  caustic  potash  and  chloro- 
form, CHCI3,  upon  primary  amines: 

CaHftNIH^-f  C(HC51  +3K0H  =  3KCl+3H20-fC2H5.NC. 
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On  account  of  the  disagreeable  and  characteristic  odour  of  th^ 
carbylamines,  this  reaction  affords  an  exceedingly  delicate  test  for 
primary  amines.  Secondary  and  tertiary  amines  are  not  converted 
into  carbylamines  by  this  reaction,  since  they  lack  ttoo  hydrogen 
atoms  in  direct  union  with  the  nitrogen  atom  of  the  amine. 

The  carbylamines  are  colourless  liquids,  very  stable  towards 
alkalis,  but  readily  converted  by  acids  into  a  primary  amine  and 
formic  acid.  With  dry  hydrochloric  acid  in  ethereal  solution 
they  yield  unstable  addition-products,  such  as  2CH3NC*3HC1. 

Nitriles. 

85.  Nitriles  are  the  chief  product  obtained  when  potassium 
cyanide  reacts  with  alkyl  iodides  (c/.  84),  or  when  it  is  submitted 
to  dry  distillation  with  potassium  alkylsulphate.  Sometimes  anhy- 
drous potassium  ferrocyanide,  K4Fe(CN)6,  can  be  advantageously 
substituted  for  potassium  cyanide. 

Nitriles  can  be  prepared  by  the  action  of  an  alkaline  bromine 
solution  (German,  Bromlauge)  on  primary  amines  thus: 

C;H,,CH,.NH,+2Br,+2NaOH  -  C;H,.CH,.NBr,+2NaBr+2H,0; 
C,H,,C|H3n1bF;1  +2NaOH  «  C,Hi,CN  +2NaBr+2H,0. 
This  reaction  is  only  suitable  for  preparing  the  higher  primary  amines 
(no,  3).      

The  nitriles  are  liquids  of  characteristic  odour,  soluble  in  water, 
and  having  specific  gravities  about  0«8.  They  are  converted  not 
only  by  acids,  but  also  by  warming  with  alkalis,  into  fatty  acids 
containing  the  same  number  of  carbon  atoms  and  ammonia,  a 
process  called  hydrolysis.  They  form  addition-products  with  many 
substances,  by  conversion  of  the  triple  bond  between  nitrogen  and 
carbon  into  a  single  bond.  An  example  of  this  reaction  is  the 
addition  of  nascent  hydrogen  (Mendius): 

C2H5.CN+4H  =  C2H6.CH2.NH2. 

This  produces  a  primary  amine  (71)  with  the  same  number  of 
carbon  atoms  as  the  nitrile,  the  yield  being  very  good  for  the  higher 
members  when  sodium  is  brought  into  contact  with  a  mixture  of 
the  nitrile  and  boiling  absolute  alcohol. 

A  description  of  a  number  of  other  addition-products  of  the 
nitriles  is  given  in  105.  ^ 


ACIDS,    CnH2B02. 

86.  A  solution  of  a  sodium  alkide  in  zinc  alkide  is  obtained  by 
the  interaction  of  sodium  and  a  zinc  alkide  (82).  When  a  stream 
of  dry  carbon  dioxide  is  passed  into  this  solution,  the  sodium  salt 
of  an  acid  with  one  carbon  atom  more  in  the  molecule  than  the 
alkyl-group  is  formed.  ^!Nnis,  sodium  methide,  CHsNa,  yields 
sodium  acetate,  C2H302Na.  \This  reaction  may  be  explained  by 
assuming  that  the  sodium  atom  is  released  from  the  alkyl-group,  and 
reacts  with  CO2,  becoming  linked  to  an  oxygen  atom,  an  element 

for  which  it  possesses  great  affinity:  C\Z  is  thus  converted  into 

— ^^ONa*    ^^^  ^^^  group,  and  also  the  alkyl-radical  from 
'which  the  sodium  atom  has  been  separated,  have  one  free  carbon 
[bond  apiece,  it  may  be  assumed  that  the  two  groups  unite,  forming 
a  compound 

O 
ONa. 


CnH2n+l — C<^ 


Analogous  to  this  is  the  formation  of  acids  by  the  interaction 
of  Grionard's  alkyl  magnesium  halides  (82)  and  carbon  dioxide: 

CH,.Mg.Br+CO,  =  CHa-CO-O.Mg.Br. 

Addition-product 

The  addition-product  is  decomposed  by  water,  with  production  of 
the  acid : 

CH,.CO.O.Mg.Br  +  H,0  '=  CH,.CO.OH+Mg.OH.Br. 

In  accordance  with  these  reactions  the  acids   CnH2n02  contain 

the  group  — C^qtt  in  union  with  an  alkyl-radical.    This  view  is 

supported  by  the  formation  of  these  compounds  by  other  methods. 

Among  them  is  their  synthesis  by  the  interaction  of  an  alkyl  iodide 
and  potassium  cyanide*  followed  by  hydrolysis  of  the  resulting  nitrile. 
This  hydrolysis  consists  in  the  addition  of  the  elements  of  water, 
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and  entails  breaking  the  bonds  between  carbon  and  nitrogen  in  the 
group ;— C  =  N.  If  any  other  bond  in  a  nitrile  CH3  •  CH2  •CH2 ....  CN 
were  released,  it  would  involve  a  severance  of  the  carbon 
chain,  and  prevent  the  formation  of  an  acid  containing  the  same 
number  of  carbon  atoms  as  the.  nitrile.  The  hydrolysis  of  the 
nitrile,  in  which  an  acid  and  ammonia  are  formed,  may  therefore 
be  explained  by  assuming  that  the  molecules  of  water  are  resolved 
into  H  and  OH,  the  hydroxy  1  uniting  with  the  carbon,  and  the 
hydrogen  with  the  nitrogen.  By  a  threefold  repetition  of  this  the 
nitrogen  is  converted  into  ammonia,  the  three  bonds  between  car- 
bon and  nitrogen,  in  the  nitrile,  being  severed; 

X)H    H\ 
CHa-C^OH    H-9N. 
\0H    h/ 

The  formula  of  the  acid  formed  is  not  CHs-OOsHs,  but 
CH3«C02H,  containing  one  molecule  of  water  less.  When  one 
molecule  of  water  is  eliminated  from  CHs-COaHs,  there  results 

CH3«C|0H -rCHg.Ci^Qjj,  a  substance  containing  the  carboxylr 

OR        ^ 
group. 

In  this  explanation  of  the  formation  of  acids,  the  existence  of 
an  intermediate  compound  containing  three  hydroxyl-groups  is 
assumed.  Such  substances  are  not  known,  but  the  assumption 
seems  by  no  means  improbable,  because  compounds  containing 

/OC2H5 
three  alkoxyl-groups  exist;  for  example,  CH3.C^OC2H5. 

\OC2H5 
They  are  called  ortho^sters  (i55)- 

The  acids  CnH2n02  can  be  formed  by  the  action  of  carbon 
monoxide  on  metallic  alkoxides  under  the  influence  of  heat: 

CHa-ONa  +  CO  =  CHg-COONa. 

The  formation  of  an  addition-product  between  CHa-ONa  and  GO 
can  be  explained  by  the  assumption  that  the  alkoxide  first  decom- 
poses into  CH3  and  ONa. 

It  is  mentioned  in  49  and  50  that  oxidation  converts  the  primary 
"  alcohols  into  acids  of  the  general  formula  C„H2n02,  with  the  same 
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number  of  C-atoms  in  the  molecule.    In  this  reaction  the  group 
— GH2OH  IS  Dzidifled  to  — COOH. 

The  higher  primary  alcohols  can  also  be  transformed  into  the 
corresponding  acids  by  heating  them  with  soda-lime,  free  hydrogen 
being  evolved: 

C^,H«.CHiOH+NaOH  -C,,H,.C00Na+2H, 

Steai^yl  alcohol  Bodium  steanto 

The  presence  of  hydroxyl  in  the  carboxyl-group  is  proved  by 
the  action  of  the  chlorides  of  phosphorus,  which  replace  the  OH- 
group  by  CI,  as  with  the  alcohols. 

In  each  molecule  of  the  acids  of  this  series  there  is  one  hydrogen 
atom  replaceable  by  metals.  Only  the  carboxyl-hydrogen  atom  is 
m  direct  imion  with  oxygen,  and  its  special  position  suggests  that 
it  is  the  replaceable  atom.  The  truth  of  this  supposition  has  been 
proved  by  treating  silver  acetate,  C2H302Ag,  with  ethyl  iodide: 
ethyl  acetate  is  formed,  and  not  butyric  acid,  which  would  result 
if  the  Ag-atom  were  attached  to  the  methyl  C-atom.;  thus, 
CHaAg.COOH. 

87.  The  lower  members  of  this  series  of  acids  are  liquid  at 
ordinary  temperatures*    They  can  be  distilled  without  decomposi- 


nJ 


Fio.  29. — ^Melting-point  Curvf  of  thb  Fattt  Acids. 


tion,  and  have  a  very  irritating  and  strongly  acid  odour  in  the 
concentrated  state.    They  are  miscible  in  all  proportions  with 
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water.  The  middle  members  (C4 — Cg)  have  a  disagreeable  rancid 
smell.  They  are  of  an  oily  nature,  and  do  not  mix  with  water  in 
all  proportions.  The  higher  members,  beginning  at  Cio,  are  solid 
at  ordinary  temperatures,  without  odour,  and  resemble  paraffin 
in  character.  They  are  almost  insoluble  in  water,  and  cannot 
be  distilled  at  the  atmospheric  pressure  without  decomposition. 
All  the  acids  of  this  series  dissolve  readily  in  alcohol  and 
ether.  Except  the  first  member,  they  are  very  stable  towatds 
oxidizing  agents. 

The  acids  of  the  series  CnH2n02  are  called  faUy  acids,  some  of 
the  higher  members  having  been  first  obtained  from  fats. 

Many  of  the  fatty  acids  are  natural  products,  occurring  either 
in  the  free  state  or  as  esters,  and  are  of  great  theoretical  and  tech- 
nical importance.  The  table  contains  the  names,  formulae,  and 
certain  physical  constants  of  the  normal-chain  acids  of  the  series 

CnH2n02. 


Name. 

Formubu 

Melting-point. 

BoUing-point 

Specific  Gravity. 

Formic  acid 

CH,0, 

8.3^ 

101*» 

1-2310  (10°) 

Acetic  acid 

C,ll,0, 

16.598*» 

118*» 

1. 0515  (15°) 

Propionic  acid 

C,H/J, 

-22^ 

141*^ 

0-9985  (14°) 

Butyric  acid 

-  7.9*> 

162° 

09599  (19- 1°) 

Valeric  acid 

-68.5<» 

186*» 

0-9560  (0°) 

Caproic  acid 

C,H,,0, 

-  1.5<» 

205'' 

0-9450  (0°) 

Heptybc  acid 

C,H,A 

-10.5*» 

223<» 

0-9186  (17- 2°) 

Caprylic  acid 

t',H,A 

16-5*» 

237.5° 

0-9100  (20°) 
0-9110  (M.P.)  • 

Nonylic  acid 

^V'.A 

12.5*» 

254° 

Capric  acid 

Palmitic  acid 

<J^Jh 

31.4<» 

269° 

C„H^O, 

62.618'' 

Margaric  acid 

C.,H^O, 

60** 

Stearic  acid 

C.,H„0, 

69.32^ 

Although  the  boiling-points  rise  with  increase  in  the  number 
of  Oatoms  in  the  molecule,  the  melting-points  of  the  acids  with  an 
even  number  of  Oatoms  are  higher  than  those  of  the  acids  imme- 
diately preceding  and  succeeding  them,  with  an  odd  number  of 
C-atoms  (Fig.  29).  This  phenomenon  has  also  been  observed  in 
some  other  homologous  series. 

The  residual  groups  which  would  result  by  elimination  of  hy- 
droxyl^from  fatty-acid  molecules  are  unknown  in  the  free  state, 
but  named  after  the  corresponding  acids  by  changing  the  termina- 
ation  **ic  "  into  '*yl ";  thus. 
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H.CO  Fonnyl, 
CH3.CO  Acetyl, 
C2H5.CO  Propionyl, 
Cyi7-C0  Butyryl, 
C4H9.COValeryl, 
etc. 

Ponnic  Acid,  H*COOH. 

88.  Forrmc  acid  derives  its  name  from  its  presence  in  ants 
(Latin,  formica). "  It  can  be  obtained  by  passing  carbon  monoxide 
over  soda-lime  at  210**,  the  yield  being  good  (86),  but  is  usually 
prepared  by  another  method  (158).  It  can  also  be  got  by  oxidizing 
methyl  alcohol.  A  peculiar  method  of  synthesis  is  to  pass  a  silent 
electric  discharge  through  a  mixture  of  carbon  monoxide  and 
steam,  or  carbon  dioxide  and  hydrogen. 

.  Pure  formic  acid  is  a  colourless  liquid  of  irritating  odour.  Its 
salts  are  called  formcUea:  they  are  soluble  in  water,  some  only  with 
difficulty. 

Formic  acid  is  distinguished  from  its  homologues:  first,  by 
its  susceptibility  to  oxidation,  and  hence  its  reducing  power;  second, 
in  being  readily  decomposed  into  CO  and  H2O.  When  mercuric 
oxide  is  added  to  a  solution  of  formic  acid,  a  solution  of  mercuric 
formate  is  obtained.  If  this  solution  be  filtered  and  warmed, 
mercurous  formate  is  precipitated  with  evolution  of  C02,'and  on 

•  further  warming,  metallic  mercury  is  liberated: 

*  rt .  •      -  MOOCH    H  COO 

^     ^       Hipo^g— jj]^QQ|Hg-2HgOOCH+C02+HCOOH; 

Mertsurio  f onnate  formate 


/         Hg|OOCH+HtCOO|Hg-=2Hg+C02+HCOOH. 

Merouroua  formate 

In  this  process  half  of  the  formic  acid  in  the  salt  is  set  free,,  and 
half  is  oxidized.  When  a  solution  of  silver  formate  is  warmed, 
an  exactly  analogous  reaction  takes  place;  metallic  silver  is  pre- 
cipitated, carbon  dioxide  evolved,  and  half  of  the  acid  liberated. 

When  formic  acid  is  warmed  with  concentrated  sulphuric  acid, 
water  and  carbon  monoxide  are  formed: 

pr|C0)0H]  =  H20+C0.  * 

The  introduction  of  finely  powdered  metallic  rhodium  into  an 
aqueous  solution  of  the  acid  effects  this  decomposition  even  at 
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ordinary  temperatures,  the  rhodium  acting  as  an  jiccelerating 
catalyzer.  Since  Reactions  which  do  not  take  place  spontaneously 
cannot  be  brought  about  by  catalysis  C* Inorganic  Chemistry,"  25), 
it  follows  that  formic  acid  decomposes  of  itself  in  the  above  sense, 
although  so  slowly  as  to  seem  perfectly  stable.  This  is  true  of  a 
large  number  of  organic  compounds  (Ibid,,  104). 

It  is  apparent  that  the  properties  of  formic  acid  differ  somewhat 
from  those  of  the  other  acids  of  the  homologous  series  in  which  it 
is  the  lowest  member.  A  similar  phenomenon  is  of  frequent 
occurrence. 

Acetic  Acid,  CHs-COOH. 

89.  Acetic  acid  has  been  known  longer  than  any  other  acid. 
It  is  manufactured  by  two  different  methods. 

a.  By  oxidation  of  dilute  alcohol,  wine,  beer,  etc.,  by  exposure 
to  the  air,  with  production  of  vinegar.  The  oxygen  of  the  atmos- 
phere acts  upon  the  alcohol  by  the  aid  of  bacteria,  and  the  process 
must  be  so  regulated  that  these  bacteria  produce  the  greatest  pos- 
sible effect.  To  this  end  it  is  important  that  the  temperature 
should  be  kept  about  35®. 

In  the  "  quick "   or  German   process  for  the  preparation  of 

vinegar  (Fig.  30),  dilute  alcohol 
(6-10  per  cent.)  is  allowed  to  drop 
on  beech-wood  shavings  contained 
in  a  vat  with  a  perforated  false 
bottom,  a.  Holes  bored  in  the 
sides  of  the  vat  near  the  bottom 
serve  to  admit  an  ascending  stream 
of  air,  opposite  in  direction  to  that 
of  the  alcohol.  The  shavings  of 
beech-wood  distribute  the  liquid 
over  a  very  large  surface,  thus 
facilitating  the  oxidizing  action  of 
the  air,  while  at  the  same  time 
they  serve  as  a  feeding  ground  for 
the  bacteria. 


b.  Acetic-  acid  is  obtained  in  the 
By  treat- 


Fui.  :^0.       PrEPAKATIONOF  VlNE- 

GAK  Bv  THE  "Quick"  OR  Ger-  distiUatlou  of  wood  (46). 

MAN  Process.  ^^^^    ^.^^   quicklime,    the   acid    is 

converted  into  calcium  acetate,  which  is  freed   from   tarry  im- 
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purities  by  heating  to  200®  in  the  air.  The  acetic  acid  is  then 
liberated  by  distilling  with  an  equivalent  quantity  of  concentrated 
hydrochloric  acid.  It  can  be  purified  by  distillation  from  potas- 
sium dichromate,  being  very  stable  towards  oxidizing  agents. 

Anhydrous,  acetic  acid  is  solid  at  temperatures  below  16-6®, 
when  it  has  much  the  appearance  of  ice;  hence  the  name  glacial 
acetic  acid.  The  solid  acid  has  a  penetrating  odour,  and  is  ob- 
tained by  allowing  a  very  concentrated  solution  of  acetic  acid  to 
solidify,  pouring  off  the  liquid  residue,  melting  the  solidified  acid, 
again  allowing  it  to  crystallize,  and  so  on,  these  operations  being 
repeated  until  the  melting-point  is  constant.  A  rise  of  tempera- 
ture and  contraction  of  volume  occur  when  glacial  acetic  acid  is 
mixed  with  water,  the  maximum  rise  and  contraction  being  pro- 
duced by  mixing  in  the  proportion  of  one  gramme-molecule  of 
acetic  acid  to  one  gramme-molecule  of  water.  This  fact  indicates 
the  existence  of  a  compound  called  ortho-acetic  acid  (86),  with 
the  formula  CHa-COOH-HaO  =  CH3.C(OH)3. 

A  fifty-five  per  cent,  solution  of  glacial  acetic  acid  in  water  has 
the  same  specific  gravity  as  the  pure,  anhydrous  acid.  When 
water  is  added  to  glacial  acetic  acid,  the  specific  gravity  of  the 
»  mixture  first  rises:  further  addition  of  water  causes  it  to  fall. 
This  circumstance  makes  it  impossible  to  determine  the  amount  of 
acid  present  in  such  mixtures  by  the  simple  use  of  the  hydrometer. 

The  strength  of  very  concentrated  acetic  acid  is  best  determined 
by  an  observation  of  its  melting-point,  a  thermometer  graduated 
in  tenths  of  a  degree  being  used.  In  accordance  with  the  formula 
given  in  14, 

i4  A/ =  Constant, 

the  presence  of  1  per  cent,  of  water  (molecular  weight  18)  would, 

since  the  constant  for  glacial  acetic  acid  is  39,  cause  a  depression 

39 
(A)  of  — ,  or  2  16°.    Since  a  thermometer  graduated  in  tenths  can 
lo  • 

easily  be  read  to  within  one-twentieth  of  a  degree,  the  amount  of 
water  can  be  determined  to  within  ,  or  0  025  per  cent. 

^  '  1 0  /\  ^u 

This  is  a  degree  of  accuracy  unattainable  by  titration. 

When  either  no  very  great  accuracy  is  required,  or  the  acetic 
acid  is  dilute,  it  is  best  to  determine  the  strength  by  titrating  » 
weighed  quantity  of  the  solution  with  a  standard  solution  of  alkali. 
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The  vapour  density  of  acetic  acid  at  temperatures  slightly 
above  its  boiling-point  is  twice  as  great  as  that  corresponding  to 
the  formula  C2H4O2.  At  about  200°,  however,  the  vapour  den- 
sity is  normal.  A  similar  phenomenon  has  been  observed  with 
many  acids  of  this  series  and  other  substances  (270). 

The  acetaieSf  or  salts  of  acetic  acid,  are  soluble  in  water,  the 
silver  salt  dissolving  with  difficulty.  When  ferric  chloride  is 
added  to  a  solution  of  an  acetate,  such  as  sodium  acetate,  a  blood- 
red  colour  is  produced,  owing  to  the  formation  of  ferric  acetate 
(the  salts  of  formic  and  propionic  acids  produce  the  same  result). 
When  this  solution  is  sufficiently  dilute,  brown-red  basic  ferric 
acetate,  Fe(OH)2C2H302,  is  precipitated  on  boiling,  acetic  acid 
being  simultaneously  liberated. 

The  dry  distillation  of  anhydrous  sodium  acetate  with  soda* 
lime  produces  methane: 

CHa-COONa  +  NaOH  =  CH4+Na2C03. 

A  very  delicate  test  for  acetic  acid  is  the  formation  of  cacodyl 
oxide  (80).  Owing  to  the  extremely  poisonous  nature  of  this  sub- 
stance, great  care  must  be  exercised  in  applying  the  test.  Among 
the  acetates  of  technical  importance  are  lead  acetate  ("sugar  of  • 
lead  ") ,  bamc  lead  acetate^  and  aluminium  acetate.  The  first  two  are 
used  in  the  manufacture  of  white  lead,  and  the  Ihird  as  a  mordant 
in  calico-printing  (321). 

Butyric  Acids,  C4H8O2. 

90.  Two  isomeric  acids  with  the  formula  C4Hg02  are  known. 
They  are  normal  butyric  add,  CH3.CH2«CH2*COOH,  and  iso6t4^y- 

ric  acid,  pTT^>CH*COOH.    The  constitution  of  these  acids  is 

proved  by  their  synthesis,  the  normal  compound  being  obtained 
from  n-propyl  iodide,  and  the  iso-acid  from  i«opropyl  iodide: 

CHa-CHz-CHgl  -^CH3.CH2-CH2-CN  -*CH3.CH2.CH2.COOH. 

The  normal  compound  is  also  called  "fermentation"  butyric 
acid,  from  the  fact  that  it  can  be  obtained  by  the  fermentation 
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under  certain  conditions  of  such  substances  as  sugar.  It  has  an 
extremely  disagreeable  odour,  and  can  only  be  oxidized  with  diffi- 
culty. 

Butter  contains  about  4-5  per  cent,  of  n-butyric  acid,  along  with 
smaller  quantities  of  other  volatile  acids  of  the  fatty  series,  such  as 
caproic  acid:  they  are  probably  present  as  esters.  Since  volatile 
fatty  acids  are  not  obtained  by  saponification  of  other  fats,  whether 
animal  or  vegetable,  their  presence  furnishes  the  most  characteristic 
distinction  between  butter  and  margarine :  the  latter  is  a  mixture  of 
animal  and  vegetable  fats.  Since  the  percentage  of  volatile  fatty 
acids  in  butter  is  not  a  constant  quantity,  but  may  vary  between 
wide  limits,  it  is  not  always  possible  to  determine  that  a  sample  of 
butter  has  been  adulterated  with  margarine  by  estimating  these 
adds.  By  the  application  of  other  tests,  however,  it  is  sometimes 
possible  to  decide  in  such  doubtful  cases. 

laicbvlyric  acid  also  has  a  very  disagreeable  odour.  It  contains 
a  tertiary  carbon  atom,  and  since  such  compounds  are  readily 
oxidized,  oxidation  affords  a  method  of  distinguishing  between  the 
normal  acid  and  the  i«o-acid. 

The  calcium  salts  of  these  acids  also  exhibit  a  remarkable  dif- 
ference, that  of  the  normal  acid  being  less  soluble  in  hot  water 
than  in  cold,  while  that  of  the  iso-acid  follows  the  ordinary  rule, 
and  is  more  soluble  in  hot  than  in  cold  water.  When  heated  to 
about  80°,  a  solution  of  normal  calcium  butyrate  saturated  at  0^ 
deposits  considerable  quantities  of  the  salt. 

In  accordance  with  the  principle  of  mobile  equilibrium  C' In- 
organic Chemistry,"  235),  calcium  n-butyrate  should  dissolve  in 
water  with  slight  evolution  of  heat,  and  calcium  wobutyrate  with 
slight  absorption  of  heat.  This  view  is  fully  supported  by  the 
results  of  experiment. 

Higher  Fatty  Acids,  C„H2n02. 

91.  Many  of  the  higher  members  of  the  series  of  fatty  acids  am 
natural  products,  chief  among  them  being  palmitic  add,  C16H32O2, 
and  sUfLric  acid,  C18H36O2,  both  with  normal  carbon  chains  (144). 
In  the  form  of  esters  of  glycerol  (159),  these  two  acids  occur  in 
large  quantities  as  the  principal  constituent  of  most  animal  and 
vegetable  fats,  from  which  they  are  obtained  by  saponification,  a 
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process  carried  out  by  heating  either  with  slaked  lime  (loi),  or 
with  concentrated  sulphuric  acid.  The  latter  causes  slight  caiv 
bonization,  imparting  a  dark  colour  to  the  fatty  acids.  They  can 
be  purified  by  distillation  with  superheated  steam. 

Another  method  of  decomposing  the  fats  into  glycerol  and  a 
fatty  acid  depends  upon  the  action  of  an  enzyme  (222)  present  in 
castor-seed  (Latin,  ricinus  communis).  After  removal  of  the  oil,  the 
powdered  seeds  are  intimately  mixed  with  the  fat:  on  addition  of 
a  dilute  acid,  such  as  decinormal  sulphuric  acid,  an  emulsion  is 
formed.  If  the  mixture  is  kept  at  a  temperature  of  30°-40*'  for 
two  or  three  days,  the  fatty  acids  are  set  free  in  a  very  pure  sta  e; 
on  gentle  heating,  the  emulsion  then  separates  into  two  layers,  the 
upper  consisting  of  the  free  acids,  and  the  lower  of  an  aqueous  solu- 
tion containing  40-50  per  cent,  of  glycerol. 

Saponification  of  fats  yields  a  mixture  of  acids,  semi-solid  at 
ordinary  temperatures.  This  mixture  contains  the  two  acids  men- 
tioned above,  melting  at  62^  and  69®  respectively,  when  pure;  but 
when  mixed,  each  lowers  the  melting-point  of  the  other  (12).  More- 
over, liquid  oleic  acid,  belonging  to  another  homologous  series,  is 
also  present:  it  can  be  pressed  out  of  the  mixture,  leaving  a  white, 
solid  substance  used  in  the  manufacture  of  *'stearine''  candles. 
For  this  purpose  the  ''stearine'*  is  melted,  and  after  addition  of  a 
small  proportion  of  paraffin-wax,  to  prevent  crystallization  of  the 
fatty  acids,  which  would  make  the  candles  brittle,  the  molten  sub- 
stance is  poured  into  moulds,  in  the  axes  of  which  wicks  are  fas- 
tened. 

Soaps  consist  chiefly  of  the  alkali-metal  salts  of  the  acids  con- 
tained in  fats.  They  are  prepared  by  saponifying  fats  with  a 
solution  of  caustic  soda  or  of  caustic  potash  heated  to  the  boiling 
temperature.  Potassium-soap  is  called  **soft  soap,"  and  is  usually 
yellow.  In  some  countries  it  is  tinted  green  by  the  addition  of  in- 
digo, and  is  then  known  as  ''green  soap."  Potassium-soap  contains 
not  only  the  potassium  salts  of  the  acids,  but  also  the  glycerol  pro- 
duced in  the  reaction,  and  a  considerable  proportion  of  water. 
Sodium-soap  is  hard:  it  is  separated  from  the  reaction-mixture, 
after  saponification  is  complete,  by  "salting-out,"  which  Consists 
in  the  addition  of  solid  common  salt  to  the  mixture  at  the  boiling 
temperature.  Since  the  sodium  salts  of  the  acids  are  insoluble  in 
a  concentrated  solution  of  sodium  chloride,  the  soap  separates  out 


^ 
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ia  the  moltea  state,  forming  a  layer  on  the  surface  of  the  brine, 
in  which  the  glycerol  remains  dissolved.  The  soap  thus  obtained 
consists  of  the  sodium  salts  of  the  acids,  with  a  small  percentage  of 
water. 

92.  The  cleansing  action  of  soap  may  be  explained  as  follows. 
When  an  alkali-metal  salt  of  one  of  the  higher  fatty  acids  is  brought 
into  contact  with  a  large  excess  of  water,  it  decomposes  with  for- 
mation of  free  alkali,  a  fact  that  was  pointed  out  by  Chevreul  as 
early  as  at  the  beginning  of  the  nineteenth  century.  The  acid  thus 
liberated  unites  with  a  second  molecule  of  the  salt  to  form  an  in- 
soluble substance,  which  with  the  water  produces  the  lather.  The 
presence  of  free  alkali  in  dilute  soap-solutions  can  be  experimentally 
demonstrated.  A  concentrated  soap-solution  is  only  very  slightly 
coloured  by  phenolphthalein;  but  the  addition  of  a  large  propor- 
tion of  water  causes  the  development  of  the  red  colour,  due  to 
the  action  of  the  base  thus  liberated  on  the  phenolphthalein.  The 
soap  has  therefore  undergone  hydrolytic  dissociation,  owing  to  the 
weak  acidic  character  of  the  higher  fatty  acids. 

The  soiling  of  the  skin,  clothing,  etc.,  is  usually  due  to  sub- 
stances of  a  fatty  nature.  When  a  fat  is  agitated  with  an  alkaline 
liquid,  part  of  the  fat  is  saponified,  and  dissolves.  The  greater 
portion,  however,  remains  suspended  in  the  form  of  minute  drops, 
yielding  a  liquid  of  milky  appearance  called  an  emulsion.  The 
alkali  liberated  from  the  soap  has  therefore  both  a  saponifying  and 
an  emulsifying  action  on  the  substance  to  which  the  soiling  is  due. 

This  being  admitted,  the  use  of  soap  in  preference  to  free  alkali 
for  washing  demands  explanation.  This  is  found  in  the  fact  that 
the  use  of  soap  prevents  the  presence  of  an  excessive  proportion  of 
free  alkali.  The  proportion  of  alkali  liberated  from  soap  is  small 
with  a  small  quantity  of  water,  and  large  with  a  large  quantity. 
Hence  the  addition  of  a  large  quantity  of  water  does  not  greatly 
affect  the  concentration — the  amount  of  free  alkali  in  unit  volume 
of  liquid — since,  although  it  produces  much  free  alkali,  it  simul- 
taneously dilutes  it.  The  use  of  soap  has  therefore  the  effect  of 
automatically  regulating  the  proportion  of  free  alkali  present  in  the 
crater,  keeping  it  small.  There  would  be  no  such  adjustment  if 
fi'ee  alkali  were  employed  instead  of  soap:  the  latter  possesses  the 
further  advantage  of  forming  a  lather,  which  takes  up  the  dirt  and 
thus  facilitates  its  removal. 
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Water  containing  a  certain  percentage  of  calcium  salts  is  called 
a  "hard"  water  ("Inorganic  Chemistry,"  259).  Such  water 
does  not  immediately  lather  with  soap,  but  causes  the  formation  of 
a  white,  flocculent  substance,  consisting  of  insoluble  calcium  salts 
of  the  fatty  acids.  Hard  water  is  therefore  unsuitable  for  washing, 
because  it  prevents  the  formation  of  a  lather,  and  also  because  the 
alkali  is  neutralized  and  thus  withdrawn  by  the  acid-radical  of 
the  calcium  salts  (sulphate  and  carbonate)  present. 

Electrolytic  Dissociation. 

93.  Molecules  of  acids,  bases,  and  salts  are  assumed  to  be  re- 
solved, on  solution  in  water,  into  ions,  charged  with  opposite  kinds 
of  electricity  ("Inoi^anic  Chemistry,"  65  and  66).  In  such  a  solu- 
tion, an  acid  is  partially  or  completely  dissociated  into  positively- 
charged  hydrogen  ions,  H'  (cathions),  and  negatively  charged 
anions:  for  example,  acetic  acid  is  resolved  into  H*  (positive),  and 
(C2H3O2)'  (negative).  Bases  yield  a  positively  charged  metallic 
ion,  and  a  negatively  charged  OH'-ion;  salts  a  positively  charged 
metallic  ion,  and  a  negatively  charged  acid-radical  ion. 

It  is  further  stated  (/6id.,  66)  that  in  the  solution  of  a  partly- 
ionized  substance  there  is  an  equilibrium  which  for  a  monobasic 
acid  can  be  expressed  by 

ZH?=±Z'+H', 

where  Z'  represents  the  acid-radical.     If  t?  is  the  volume  in  litres 
containing  one  gramme-molecule  of  the  acid,  and  a  is  the  portion 

ionized,  then  the  concentration  of  the  ions  is  — ,  and  that  of  the 

1— a 
non-ionized  portion  is .    The  equation  representing  the  equi- 
librium in  the  above  example  of  a  monobasic  acid  is,  therefore 
(Ibid,,  49), 


V         \v  / 


or  -J- -=*. 

v{l—a) 


In  this  equation  k  is  constant,  and  is  called  the  ionizaium-amstant. 
It  has  been  proved  that  this  equation  affords  an  exact  measure  of 
the  amount  of  ionization  for  the  very  weak  organic  acids;  that  is. 
expresses  accurately  the  connection  between  the  dilution  v  and 
the  ionization  a.    For  this  reason  it  is  called  the  law  of  dilution. 
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It  was  discovered  by  Ostwald,  who  dissolved  one  gramme-molecule 
of  an  acid  in  different  quantities  of  water,  v,  and  ascertained  the 
ionizations  a  by  determining  the  electric  conductivity.  On  sub- 
stituting the  values  obtained  for  a  and  v  respectively  in  the  expres- 

sion  —: ,  the  latter  was  always  found  to  have  the  same  value, 


v(l-ay 
as  it  must  if  X;  is  constant. 

The  accuracy  of  this  law  is  evident  from  the  examples  in  the 
following  table. 


AoeUo  Add. 

Propionio  Add. 

n-Butyrio  Add. 

V 

lOOo 

I0*k 

V 

lOOa 

io4 

V 

lOOa 

lO^ib 

8 

1-193 

0180 

8 

1016 

0130 

8 

1068 

0  144 

16 

1-673 

0179 

16 

1-452 

0  134 

16 

1-536 

0-150 

32 

2. 380 

0182 

32 

2050 

0  134 

32 

2-165 

0  149 

64 

3. 33 

0179 

64 

2- 895 

0135 

64 

3053 

0150 

128 

4-68 

0-179 

128 

404 

0-133 

128 

4- 292 

0150 

1024 

12-66 

0177 

1024 

10-79 

0128 

1024 

1141 

0144 

g4«  The  "strength"  of  acids  depends  upon  their  degree  of 
ionization,  strong  acids  undergoing  considerable,  and  weak  acids 
but  slight,  ionization.  Since  the  constant  k  rises  or  falls  in  value 
simultaneously  with  a,  and  is  independent  of  uie  concentration, 
it  affords  a  convenient  measure  of  the  strength  of  an  acid. 

The  table  shows  the  values  of  I0*k  for  certain  fatty  acids. 

Formic  Acetic  Propionic        »-Butyric         Valeric 

2-14,  018,  0-13  015,  0-16. 

It  is  noteworthy  that  formic  acid  has  a  greater  ionization-constant, 
and  is  therefore  stronger,  than  its  homologues,  another  example  of 
the  difference  between  it  and  the  other  members  of  the  series. 

A  comparison  of  these  acids  with  such  strong  mineral  acids  as 
sulphuric  acid  and  hydrochloric  acid,  from  the  point  of  view  of  the 
magnitude  of  their  ionization-constants,  shows  that  the  former  are 
very  much  weaker  than  the  latter.  When  v=16,  then  for  hydro- 
chloric acid  100a  =  95-55,  and  for  acetic  acid  only  1-673.  It  is 
obvious  that  100  a  is  the  amount  ionized,  expressed  in  percentage. 

The  weak  organic  acids  ol  ow  the  law  of  dilution  :  the  strong 
mineral  acids  do  not.  No  perfectly  satisfactory  explanation  of  this 
phenomenon  has  been  suggested  h  therto. 


DERIVATIVES  OF  THE  FATTY  ACIDS  OBTAIWED  BY 
MODIFYING  THE  CARBOXYL-GROUP. 

95,  The  carboxyl-group  may  be  modified  by  the  exchange  of 
its  oxygen  atoms  or  hydroxyl-group  for  other  elements  or  groups. 
The  compounds  described  in  this  chapter  contain  such  modified 
carboxyl-groups. 

I.  Acid  Chlorides. 

Acid  chlorides  are  derived  from  ocids  by  replacement  of  the 
hydroxyl-group  by  chlorine,  and  consequently  contain  the  group 
— COCl.  They  are  obtained  from  the  acids  by  the  action  of  the 
chlorides  of  phosphorus,  PCls  and  PCI3,  or  of  phosphorus  oxy- 
chloride,  POCI3: 

3CnH2n+i-COOH+2PCl3  =  3CnH2„+i-COCl+P203+3HCl. 

The  ease  with  which  the  acid  chlorides  are  converted  into  the  cor- 
responding acids  is  a  proof  that  the  chlorine  atom  has  replaced 
the  hydroxyl-group.  For  the  lower  members  this  conversion  is 
effected  by  merely  bringing  them  into  contact  with  water.  If  the 
chlorine  atom  had  substituted  hydrogen  of  the  alkyl-group,  there 
would  be  no  reaction,  since  an  alkyl  chloride  is  not  decomposed  by 
water  at  ordinary  temperatures. 

The  acid  chlorides  of  this  series,  at  least  the  lower  members, 
are  liquid,  and  have  a  suffocating,  irritating  odour.  The  chloride 
corresponding  to  formic  acid  is  not  known.  Acetyl  chloride^ 
CH3COCI,  fumes  in  the  air,  and  can  be  distilled  without  decom- 
position.   It  boils  at  55°,  and  its  specific  gravity  is  1  •  13  at  0°. 

Acetyl  chloride  is  employed  in  detecting  the  presence  of  hy- 
droxyl  in  organic  compounds.  Hydroxy  1  is  replaced  by  acetyl: 
thus,  alcohols  form  esters  of  acetic  acid: 


R.0|H4-C1|0C>CH3  =  RO.OC.CHsH-HCl. 
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The  compound  to  be  tested  is  allowed  to  remain  for  some  time  in 
contact  with  acetyl  chloride,  either  at  the  ordinary  temperature  or 
with  gentle  warming.  To  ascertain  whether  an  acetyl-compound 
has  been  formed,  the  purified  product  is  analyzed  or  saponified. 
If  saponification  yields  acetic  acid,  an  acetyl-derivative  was  present. 
The  homologues  of  acetyl  chloride  are  also  sometimes  employed 
in  the  detection  of  hydroxyl-groups. 

The  acid  chlorides  also  react  with  the  mercaptans,  forming  sub- 
stances of  the  type  of  acetyl-compounds. 

n.  Acid  Anhydrides. 

96.  Add  anhydrides  are  formed  by  interaction  of  the  alkali- 
metal  salts  of  acids  and  acid  chlorides: 

CH3>COpTNi]O.OC>CH3  =  0<8c!ch'+^^^'- 

Acetic  anhydride 

Higher  anhydrides  are  best  obtained  by  heating  t  he  sodium  salts 
of  the  higher  acids  with  acetic  anhydride. 

The  acid .  chlorides  may  be  regarded  as  mixed  anhydrides  of 
hydrochloric  acid  and  an  acid,  a  view  supported  by  their  formation 
from  these  two  acids  by  treatment  with  phosphorus  pentoxide  as  a 
dehydrating  agent. 

Mixed  anhydrides  of  the  fatty  ac'ds  themselves  exist,  although 
when  distilled  they  decompose  into  the  anhydride   of  the  two  acids. 

The  lower  members  of  this  series  are  liquids,  and  have  a  dis- 
agreeable, suffocating  odour.  Acetic  anhydride  boils  at  137°,  and 
has  a  specific  gravity  of  1-073  at  20°.  At  ordinary  temperatures 
it  is  soluble  in  about  ten  times  its  volume  of  water,  the  solution 
decomposing  slowly  with  formation  of  acetic  acid.  In  this  respect 
it  differs  from  acetyl  chloride,  which  reacts  momentarily  and  vig- 
orously with  water,  yielding  acetic  acid  and  hydrochloric  acid. 
Like  acetyl  chloride  it  is  used  in  testing  for  the  presence  of  the 
hydroxyl-group.    No  anhydride  of  formic  acid  is  known. 

*-  ni.  Esters. 

97.  Esters  result  from  the  interaction  of  acid  chlorides,  oj 
anhydrides,  and  alcohols: 

CH3.OOP+2IOC2H6-  CHa^COOCzHfi-f  HCL 


118  ORGANIC  CHEMISTRY.  [$97 

They  are  also  formed  by  direct  treatment  of  the  alcohol  with  the 
acid,  although  extremely  slowly  at  ordinary  temperatures: 

CHa-COOH+HOCzHg  =  CHs-COOCzHftH-HgO. 

The  velocity  of  the  reaction  is  much  increased  by  a  rise  of  tem- 
perature. Esters  are  also  obtained  by  the  action  of  the  silver  salt 
of  an  acid  upon  an  alkyl  iodide. 

The  following  is  a  characteristic  method  frequently  used  for 
the  preparation  of  these  compounds.  Dry  hydrochloric-acid  gas 
is  passed  through  a  mixture  of  absolute  alcohol  and  the  anhydrous 
organic  acid.  After  some  time  the  reaction-mixture  is  poured  into 
water,  whereupon  the  ester  separates  out,  owing  to  its  slight  solu- 
bility. The  formation  of  esters  in  this  manner  may  be  explained 
on  the  assumption  that  a  very  small  quantity  of  the  hydrochloric 
acid  unites  with  the  organic  acid,  water  being  eliminated,  and  a 
minute  quantity  of  the  acid  chloride  formed: 

CH3.COOH  +  HCI  =  CH3.COCI-I-H2O. 

It  is  true  that  for  each  molecule  of  acid  chloride  formed  in  accord- 
ance with  this  equation  an  equivalent  quantity  of  water  is  pro- 
duced, sufficient  to  reconvert  the  chloride  into  the  acid  and  hydro- 
chloric acid.  There  is,  however,  such  an  infinitely  greater  number 
of  molecules  of  alcohol  than  of  water  with  which  the  chloride  can 
react,  that  the  probability  of  the  formation  of  an  ester  is  very 
much  greater  than  the  probability  of  the  regeneration  of  the  acid. 
The  preponderance  continues  so  long  as  the  proportion  of  alcohol 
present  greatly  exceeds  that  of  the  water  formed;  so  that  when 
the  object  is  to  obtain  the  maximum  yield  of  ester,  the  organic  acid 
should  be  dissolved  in  a  large  excess  of  alcohol.  The  formation  of 
esters  is  called  esterification. 

The  esters  are  colourless  liquids  of  neutral  reaction,  and  do  not 
mix  with  water  in  all  proportions.  They  are  lighter  than  water> 
-most  of  them  having  a  specific  gravity  between  0*8  and  0-9, 
Many  of  them  are  characterized  by  their  agreeable  odour,  resem- 
bling that  of  fruits,  a  property  which  finds  practical  application  in 
their  employment  in  the  manufacture  of  artificial  fruit-essences. 
For  example.  isoami/Z  movalerate  (B.P.  196°)  has  an  odour  of 
apples,  ethyl  butyrate  (B.P.  121°)  of  pineapples,  isoamyZ  acetate 
(B.P.  148°)  of  pears,  and  so  on. 
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Tertiary  alcohols  can  be  synthesised  from  the  esters  by  means 
of  Gbignard's  alkyl  magnesium  halides  (8a): 

Q  /OM^Br 

R-C^5^g^+R'MgBr  -  R.C^OCJt,  . 

Addition-produet 

The  addition-product  thus  obtained  reacts  with  a  second  molecule 
of  the  alkyl  magnesium  halide : 

/OMgBr  /OMgBr 

R.C^-OC,H»  +R"MgBr  -  R-C^R"      +C,H.OMgBr. 
\R'  \R' 

On  decomposition  with  water  it  yields  the  tertiary  alcohol: 

.OMgBr  .OH 

R-C^R"       +H,0  -  R.C^R"  +MgBrOH. 
\R'  \R' 

R,  R',  and  R"  represent  alkyl-groups. 

98.  The  formation  of  esters  has  been  carefully  investigated  by 
several  chemists,  first  of  whom  were  Berthelot  and  Pean  de 
St.  Gill.es.  Their  researches  have  shown  that  the  reaction 
between  the  acid  and  the  alcohol  is  never  complete,  some  of  both 
remaining  imcombined  no  matter  how  long  the  process  has  been 
carried  on.  With  equivalent  quantities  of  acetic  acid  and  ethyl 
alcohol,  for  example,  the  final  product  is  such  that  from  each 
gramme-molecule  of  alcohol  and  acid  used,  only  two-thirds  of  a 
gramme-molecule  of  an  ester  and  of  water  are  formed,  while  one- 
third  of  a  gramme-molecule  of  the  alcohol  and  of  the  acid  respect- 
ively remain  uncombined.  The  same  limit  is  reached  when  equi- 
valent quantities  of  an  ester  and  water  are  brought  into  contact. 
An  equMibnum  between  the  four  substances,  alcohol,  acid,  ester, 
and  \Jltter,  is  ultimately  reached,  and  is  due  to  the  reversibility  of 
the  reaction  ("Inorganic  Chemistry,"  49).  It  may  be  represeated 
as  follows: 

C2H5.OH+CH3 .00 -OH  ^  OH3 .00 .OO2H6+ H2O. 

The  equation  of  equilibrium  deduced  in  Ibid.j  49  and  50,  ipay 
be  applied  to  the  formation  and  decomposition  of  esters.    It  is 

A;(p-x)(g-a:)  =  A/x2,    or    (p-a:)(g-x)  -  Xx^, 
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where  p  is  the  initial  concentration  of  the  alcohol  and  q  that  of  the 
acid,  while  x  represents  the  quantities  of  water  and  of  ester  re- 
spectively present  when  the  equilibrium  is  attained.  All  these  are 
expressed  in  gramme-molecules,  and  i^  is  a  constant.  There  are 
here  two  opposing  reactions  taking  place  simultaneously,  so  that 
all  the  statements  referred  to  above  (loc,  cit,)  are  applicable  to  the 
present  instance.  Given  p,  q,  and  K,  the  unknown  quantity  x 
can  be  calculated. 

Numerous  observations  have  proved  that  K  is  equal  to  0-25  for 
the  system  ethyl  alcohol -hcLcetic  acid.  When  one  gramme-molecule 
of  alcohol  (46  g.)  and  one  gramme-molecule  of  acetic  acid  (60  g.) 
are  brought  into  contact,  both  p  and  q  are  equal  to  1,  and  the  equa- 
tion is 

(l-x)»-0-25a;«,    or    a;»-|x+J-0, 

so  that 

x«  f. 

It  follows  that  this  system  in  equilibrium  contiuns  i  gramme'^moleeule 
alcohol +  i  gramme-molecule  acetic  acid+i  gramme-moleciUe  watery 
J  gramme-molecule  ester. 

99.  Several  deductions  can  be  drawn  from  the  equation 

(p-x)(<7-x)  =  Kx^. 

These  deductions  had  been  established  by  experiment  long  before 
the  development  of  the  theory. 

1.  The  esterification  is  approximately  quantitative  only  when 
either  the  acid  or  the  alcohol  is  largely  in  excess. 

Putting  the  equation  in  the  form 

X  q—x 

it  is  evident  that  when  the  quantity  of  alcohol  (p)  is  infinitely 
great,  the  left-hand  side=oo .  This  is  true  of  the  right-hand  side 
when  7  =  x,  that  is,  when  all  the  acid  has  been  converted  into  ester. 
It  also  holds  when  the  ratio  of  the  quantity  of  acid  to  alcohol  is 
infinitely  great,  the  whole  of  the  alcohol  changing  into  ester. 

Although  these  considerations  indicate  that  esterification  can  be 
complete  only  in  presence  of  an  infin  tely  great  excess  of  acid  or 
alcohol,  in  practice  the  very  nearly  theoretical  yield  of  ester  is 
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obtained  when  the  ratio  of  the  quantity  of  acid  to  alcohol,  or  of 
alcohol  to  acid,  is  finite.  As  can  be  read  ly  deduced  from  the  equa- 
tion, this  holds  for  the  formation  of  ethyl  acetate  when  one  gramme- 
molecule  of  acid  reacts  with  ten  gramme-molecules  of  alcohol,  or, 
inversely,  when  one  gramme-molecule  of  alcohol  reacts  with  ten 
gramme-molecules  of  acid. 

2.  The  alcohol  and  the  acid  exercise  the  same  influence  on  the 
formation  of  esters:  thus,  if  a  mixture  containing  a  certain  num- 
ber of  acid  molecules  is  prepared  and  n  times  as  many  a\cohol 
•nolecules,  and  another  with  the  proportions  of  acid  and  alcohol 
reversed,  then  the  number  of  molecules  of  .acid  converted  into 
ester  in  the  first  mixture  is  equal  to  that  of  the  molecules  of  alcohol 
converted  in  the  second. 

When  p  gramme-molecules  of  alcohol  are  mixed  with  np 
gramme-molecules  of  acid,  the  equation  becomes 


np—x 


Inversely,  when  np  gramme-molecules  of  alcohol  are  added  to  p 
gramme-molecules  of  acid,  we  have 

np—x      ^   X 

X  p  —  X 

These  two  equations  are  identical. 

3.  The  addition  of  a  quantity  of  the  ester  to  the  mixture  of  the 
alcohol  and  the  acid  at  the  beginning  of  the  experiment  has  the 
same  effect  on  the  formation  of  ester  as  would  be  exerted  by  an 
equi^ff^  quantity  of  water. 

%  J^Li  r  gramme-molecules  of  water  or  of  ester  are  added  to  a 
mifiwApntaining  p  gramme-molecules  of  alcohol  and  q  gramme- 
moftiUpr  of  acid,  then  for  both  the  equation  becomes 

(p—x)(q—x)  =  Kx{x+r). 

It  follows  that  the  equilibrium  is  influenced  to  the  same  extent  by 
the  addition  of  equivalent  quantities  of  water  or  of  ester. 

lOO.  A  typical  application  of  the  principle  of  mobile  equilibrium 
("Inorganic  Chemistry,"  235)  may  be  made  to  the  formation  of 
esters.  Although  the  velocities  of  formation  and  decomposition  of 
esters  depend  greatly  upon  the  temperature,  a  change  in  the  latter 
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has  very  small  effect  upon  the  equilibrium.  At  lO*'  the  limit  of 
esterification  is  65-2  percent.;  at  22iT  it  is  66-5  per  cent.  In  ac- 
cordance with  the  principle  of  mobile  equilibrium,  this  necessitates 
that  the  heat  of  formation  of  the  ester  should  be  very  small. 
That  it  actually  is  so  has  been  established  by  experiment. 

loi.  The  conversion  of  an  ester  into  an  acid  and  an  alcohol  by 
a  mineral  acid  or  an  alkali  is  called  saponification,  from  analogy 
to  the  formation  of  soap  from  alkali  and  fat  (91).  It  is  represented 
by  the  equation 

CHa-COOCaHfi+HjO  =  CHa-COOH+CaHgOH. 

The  action  of  the  mineral  acid  is  therefore  catalytic.  Its  presence 
only  accelerates  the  saponification:  the  same  result  would  be 
attained  without  it,  though  the  time  required  would  be  incompar- 
ably longer  (88).  If  the  concentration  of  the  ester  be  Ci,  that  of 
the  water  is  C2,  and  x  the  quantity  of  ester  saponified  during  the 

dx 
time  t,  then  the  velocity  of  saponification  S=^-7j-   for  each  mo- 
ment can  be  represented  by  the  equation  for  bimolecular  reac- 
tions ("Inorganic  Chemistry,"  50): 

S-^-k{Ci'-x){C2-x) (1) 

If  the  ester  is  dissolved  in  a  very  large  proportion  of  water,  the 
concentration  C2  of  the  water  is  only  very  slightly  altered  by  the 
saponification,  so  that  it  may  be  included  in  the  constant.  The 
equation  is  therefore  simplified  to  that  for  a  unimolecular  reaction: 

dx                                              ^^ 
g-Ai(Ci-x) J2) 


3W|L^'he 


The  saponification  of  esters  by  bases  can  be  representeNlL^ 
equation 

CHa-COOCgHs  +  NaOH  =  CH3.COONa4-C2H50H. 

It  is  a  bimolecular  reaction,  and  consequently  equation  (1)  is 
applicable  to  it. 

The  velocity  of  saponification  of  esters  by  acids  depends  lai^ely 
upon  the  acid,  being  greater  the  stronger  the  acid  used.  It  has  been 
proved  that  the  velocity  of    saponification    depends    upon  the 
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extent  of  electrolytic  dissociation  of  the  acid  employed.  From 
this  fact  it  may  be  concluded  that  the  saponifying  action  is  due 
to  the  hydrogen  ion  common  to  all  acids.  The  velocity  with  bases 
is  much  greater  than  with  acids;  thus,  for  dilute  (decinormal)  solu- 
tions of  caustic  potash  and  hydrochloric  acid,  the  ratio  of  the 
velocity-constants  K  for  the  saponification  of  methyl  acetate  is 
1350: 1.  The  velocity  of  saponification  by  bases  also  depends  upon 
their  electrolytic  dissociation.  Ammonium  hydroxide,  for  example, 
being  considerably  less  ionized  than  caustic  potash  or  caustic  soda, 
saponifies  much  more  slowly  than  either  of  these  bases.  Saponifi- 
cation is  therefore  caused  by  the   hydroxyl-ion  common  to  all 


The  velocity  of  ester-saponification,  being  proportional  to  the 
concentration  of  the  hydrogen  ions  or  hydroxyl-ions,  can  be  em- 
ployed in  determining  this  concentration.  By  its  aid,  the  degree 
of  hydrolytic  dissociation  of  potassium  cyanide,  carbonates  of 
alkali-metals,  and  other  salts  can  be  ascertained,  and  also  the 
hydrogen-ionization  of  acid  salts,  such  as  potassium  hydrogen  sul- 
phate, KHSO4. 

In  the  technical  saponification  of  fats  with  slaked  lime  (91)  a 
much  smaller  amount  of  this  base  is  used  than  would  be  needed  to 
neutralize  all  the  acid  obtained:  the  saponification  is  nevertheless 
complete.  This  is  due  to  the  fact  that  the  higher  fatty  acids  are 
very  weak,  so  that  their  salts  undergo  partial  hydrolytic  dissocia- 
tion. Thus,  notwithstanding  the  excess  of  acid,  there  is  always 
enough  of  the  free  base  (hydroxyl-ions)  present  to  effect  the  saponi- 
£cati( 

"^  rificatlon  of  Primaiy,  Secondaxy,  and  Tertiary  Alcohols. 

Menschutkin  .  has  investigated  the  proportions  of  ester 
formed  when  primary,  secondary,  and  tertiary  alcohols  respectively 
are  heated  with  an  equivalent  quantity  of  acetic  acid  in  sealed  tubes 
for  one  hour  at  154*^.  He  has  shown  that  the  percentage  of  ester 
formed  is  nearly  the  same  from  one  member  as  from  another  o^  the 
same  class,  while  the  percentages  differ  wide'y  for  alcohols  of  differ- 
ent classes  Thus,  about  47  per  cent .  of  primary,  about  22  per  cent,  of 
secondary,  and  only  about  15  per  cent,  of  tertiary  alcohols  are 
esterified.  This  difference  affords  a  means  of  determining  to  which 
of  the  three  classes  a  given  alcohol  belongs. 
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IV.  Thio-acids,  R-CO'SH. 

103.  The  thio-adds  are  obtained  by  the  interaction  of  acid  chlo* 
rides  and  potassium  hydrogen  sulphide,  KSH,  th's  method  of  forma* 
tion  proving  their  constitution.  They  are  liquids  with  a  most  dis- 
agreeable odour,  and  when  heated  with  salts  of  heavy  metals  yield 
a  fatty  acid  and  the  corresponding  metallic  sulphide. 

V.  Acid  Amides,  CnH2n+i-CONH2. 

104.  Add  amides  are  formed  by  the  action  of  ammonia  on  acid 
chlorides  or  anhydrides;  a  circumstance  which  affords  a  proof  of 
their  constitution: 

CnH2n+i-CO[crTH)NH2  =  C„H2n+i-CONH2+HCl; 


CnH2n+l'C0. 


H 


NH: 


s:h:::;-co>  o-f-^ijg==2c„H2„,..coNH2-fH2a 


Acid  amides  are  also  formed  when  the  ammonium  salts  of  the 
fatty  acids  are  strongly  heated,  or  when  the  sodium  salts  are  dis* 
tilled  with  ammonium  chloride,  one  molecule  of  water  being  elim- 
inated: 

C„H2„^i  ■C0[0lNH2[!S]  »  CnH2B+i  -CONHa+HaO. 

When  the  nitriles  are  warmed  with  acids,  two  molecules  of 
water  are  taken  up,  with  formation  of  the  corresponding  acids  (86)  • 
This  reaction  can  be  so  modified — ^for  example  by  dissolving  the 
nitrile  in  concentrated  sulphuric  acid — that  only  one  molecule  of 
water  is  added,  when  amides  are  obtained: 

C„H2n+l  •CN  +  H2O  =  CnH2n+l  -CONHa. 


jhyoratin. 


The  acid  amides  are  therefore  intermediate  products  in^|^Jin- 
version  of  nitriles  into  acids.  Distillation  with  such  a  dehydrating 
agent  as  phosphorus  pentoxide  converts  amides  into  nitriles  by 
elimination  of  water,  whereas  boiling  with  dilute  acids  •  or  alkalis 
produces  the  corresponding  acids  by  addition  of  the  elements  of 
water. 

The  acid  amides  are  also  formed  by  the  action  of  ammonia 
upon  esters: 


CH3.CO  OC2H5-f  H  NH2"=  CH3.CONH2+C2H6OH. 
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The  acid  amides  are  solid,  crystalline  compounds,  with  the 
exception  of  the  liquid  formamide,  H  •  CONH2.  The  lower  members 
are  soluble  in  water,  and  odourless  when  pure.  Acetamtde, 
CH3-CONH2,  melts  at  82**,  and  distils  at  222°.  Some  specimens 
have  a  strong  odour  suggestive  of  the  excrement  of  mice,  due  to 
slight  traces  of  impurities.  The  remarkably  high  boiling-point  of 
this  substance  is  worthy  of  notice. 

The  acid  amides  and  the  amines  greatly  differ  in  their  behaviour. 
Unlike  the  bond  between  carbon  and  nitrogen  in  the  amines,  that 

in  the  — C  ^  ^-u  -group  of  the  amides  is  readily  severed  by  boiling 

with  acids  or  alkalis.  Further,  the  basic  properties  of  ammonia  are 
greatly  weakened  by  the  exchange  of  one  of  its  hydrogen  atoms 
for  an  acid-radical;  and  although  salts  of  acid  amides  do  exist, 
they  are  decomposed  by  water.  Acetamide  hydrochloride, 
CH3-CO'NH2  "HCl,  is  such  a  substance:  it  is  formed  by  passing  dry 
hydrochloric-acid  gas  through  an  ethereal  solution  of  acetamide. 
The  acid  amides  even  possess  acidic  properties:  an  aqueous  solu- 
tion of  acetamide  dissolves  mercuric  oxide,  forming  a  compound 
with  the  formula  (CH3-CONH)2Hg. 

The  behaviour  of  the  amides  and  amines  towards  nitrous  acid 
is  analogous,  the  corresponding  acids  and  alcohols  respectively 
being  produced  by  exchange  of  NH2  for  OH  (72). 

Amides  can  be  converted   into   primary  amines  by  a  method 
described  in  244. 

105.  Some  further  derivatives,  obtainable  from  the  acids  by 
substitution  in  the  carboxyl-group,  are  described  below. 

Siinino-^hlorides  are  produced  by  the  action  of  phosphorus  penta- 
clndde  on  the  ac/d  amides: 

R.C0NH,  +  PCl5  =  R-CCi,.NH,+P0Cl3. 

These  compounds  are  on  y  stable  when  one  or  both  of  the  hydrogen 
atoms  of  the  amino-group,  NHa,  are  replaced  by  alkyl-radicals. 
They  yield  imino-chlorides,  R-CClrNH,  by  the  elimination  of  one 
molecule  of  HCl,  the  same  compounds  being  formed  by  the  addition 
of  HCl  to  nitriles. 

Imino^thers  have  the  constitution  R'C^Qp ,  and  may  be  re- 
garded as  the  product  of  the  Feplacement  of  the  doubly-linked  oxy- 
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gen  of  the  carboxyl-group  by  the  imi no-group,  NH.  They  are  ob- 
tained by  combination  of  alcohols  and  nitriles  under  the  influence 
of  dry  hydrochloric-acid  gas: 

The  well-crystallized  hydrochlorides  o  the  imino-ethers  are  con 
verted  by  treatment  with  ammonia  into  the  hydrochlorides  of  the 
amidtne«: 

The  amidines  are  unstable  in  the  free  state,  but  are  strongly  mono? 
basic,  and  form  stable  salts. 

Amidoximes  are  addition-products  of  the  nitriles  and  hydroxyl- 
amine,  NH.OH: 

R.CN+H,NOH -R.C<{J2f  • 

They  yield  salts  with  both  acids  and  bases,  and  give  a  flocculent, 
muddy-brown  or  green  precipitate  when  treated  with  an  alkatine 
solution  of  a  copper  salt,  a  reaction  which  affords  a  characteristic 
test  for  them  — ^ 

Acid  hydrazides  are  produced  by  the  action  of  hydrazine, 
H9N — NH},  on  acid  chlorides  or  esters,  and  therefore  have  the  con 
Btitutioo  R  *CONH  -N  H,,  Nitrous  acid  converti^  them  into  acid  azides: 

R.CONH-NH,-i-HNO,  -  R.0ON,+2H,O. 

The  acid  azides  are  volatile,  explosive  substances,  and  some  yield 
well-developed  crystals.  <r^ 

•     V 


ALDEHYDES  AND  KETONES. 

io6.  Both  the  aldehydes  and  ketones  have  the  general  fonnula 
CnH2nO.  They  are  produced  by  the  oxidation  of  primary  and 
secondary  alcohols  respectively.  Both  classes  of  alcohols  have  the 
general  formula  CnH2n+20,  so  that  each  oxidation  involves  the 
elimination  of  two  hydrogen  atoms. 

On  further  oxidation,  an  aldehyde  takes  up  one  oxygen  atom, 
forming  the  corresponding  acid  with  the  same  number  of  carbon 
atoms;  thus  CnH^nO  is  converted  into  CnH2n02.  It  follows  that 
an  aldehyde  is  an  intermediate  product  in  the  oxidation  of  an 
alcohol  to  an  acid  (49) : 

CnH2ii+20  -^  CnH2nO  — ^  CnH2n02. 
Primary  alcohdl         Aldehyde  Acid 

A  primary  alcohol  has  the  constitutional  formula  CnH2n4.r-CH20H, 
and  on  oxidation  yields  an  acid  CnH^n^i -COOH.  Since  in  this 
reaction  the  alkyl-group,  CnH^n+i.  is  not  altered,  it  must  be 
present  in  the  aldehyde.  Hence,  it  follows  that  the  two  hydrogen 
atoms  removed  from  the  alcohol  by  oxidation  must  belong  to  the 
group— CH2OH.    . 

Two  structural  formulse  are,  therefore,  possible, 

R.C^2    *°^     R-O-OH. 

The  improbability  of  the  existence  of  free  bonds  or  bivalent  carbon 
atoms  in  compounds  (17)  constitutes  a  strong  reason  against  the 
adoption  of  the  second  formula.  Moreover,  this  formula  points  to 
the  presence  in  an  aldehyde  of  a  hydroxyl-group-  in  reality,  the 
aldehydes  possess  none  of  the  properties  peculiar  to  substances 
containing  that  group.    For  example,  they  do  not  form  esters  or 
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ethers,  and  phosphorus  pentaehloride  does  not  replace  OH  by  CI, 
but  effects  the  exchange  of  the  oxygen  atom  for  two  chlorine  atoms. 
Since  the  second  formula  does  not  represent  the  properties  of 
the  aldehydes,  it  follows  that  the  first  is  the  correct  one.  This 
view  is  supported  by  the  fact  that  aldehydes  are  formed  when  acid 
chlorides  dissolved  in  moist  ether  react  with  sodium,  Uie  chlorine 
atom  being  replaced  by  a  hydrogen  atom; 

C3H7-C^Q  ^C3H7-C^Q. 

n-Butyryl  chloride    »-Butyraldehyde 

The  aldehydes  therefore  contain  the  group  — ^^v{ 

107.  Ketones  result  from  the  removal  by  oxidation  of  two 
hydrogen  atoms  from  secondary  alcohols  (106).  Like  the  alde- 
hydes, ketones  lack  the  properties  peculiar  to  hydroxyl-compounds, 
a  proof  that  one  of  the  hydrogen  atoms  removed  comes  from  the 
hydroxyl-group.  Putting  aside  the  possibility  of  the  formation  of 
free  bonds,  the  second  hydrogen  atom  eliminated  must  have  been 
attached  to  the  carbon  atom  linked  to  oxygen,  or  to  another  carbon 
atom.  The  two  cases  are  represented  below,  R  and  R'  being 
alkyl-groups: 


I. 

CH2R            CH2R 

CHOH  ->  CO 
CH2R'        CH2R' 

II. 
"  CH2R          CHR 

or    CHOH  -♦  CH   • 

CH2R'        CH2R' 

For  reasons  analogous  to  those  for  aldehydes,  formula  I.  is  more 
probable  than  formula  II.  The  products  obtained  by  the  oxida- 
tion of  ketones  indicate  that  formula  I.  represents  the  constitution 
of  this  class  of  compounds. 

The  general  formula  for  secondary  alcohols  is 

/^ 

R  •  CH2  •  C\-  CH2  •  R'. 
\0H 

From  such  an  alcohol  two  acids,  R-CH2'C00H  and  R'-CH2-CCX)H, 
are  obtained  by  strong  oxidation,  the  carbon  chsdn  in  some  of  the 
molecules  being  severed  to  the  right,  and  in  others  to  the  left,  of 
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the  CHOH-group.  This  reaction  furnishes  a  means  of  identifying 
the  alkyl-radicals  attached  to  the  group — CHOH — in  a  secondary 
alcohol. .  Since  on  oxidation  ketones  yield  the  same  acids  as  the 
corresponding  secondary  alcohols,  the  alkyl-groups  of  the  secondary 
alcohols  must  remain  unchanged  in  the  ketones.  Hence,  such  a 
structure  as  that  represented  by  formula  II.  is  excluded,  so  that 
formula  I.  must  be  correct. 

Ketones  therefore  contain  the  carbonyl-group  CO  in  union  with 
two  carbon  atoms.  ~^ 

Aldehydes  may  be  looked  upon  as  ketones  with  an  alkyl-group 
replaced  by  hydrogen. 

Nomenclature. 

io8.  The  name  aldehyde  is  derived  from  aZ(cohol)  deAt/rf(ro- 
genatus),  that  is,  "dehydrogenated  alcohol."  The  word  ketone 
has  its  origin  in  ^e  name  of  the  first  member  of  the  series,  acetone, 
CHa-CO-CHa  (120). 

The  aldehydes  are  named  after  the  corresponding  acids:  for- 
maldehyde,  H«CHO;  acetaldehyde,  CHa-CHO;  propionaldehyde, 
C2H5-CHO;  valeraldehyde,  C4H9-CHO;  etc. 

The  ketones  derive  their  names  from  the  alkyl-groups  which 
they  contain:  dimethylketone,  CHa-CO-CHa;  methylpropylketone, 
CHa-CO-CaHT,-  etc. 

Methods  of  Formation. 

109.  Several  methods  besides  the  oxidation  of  alcohols  are 
applicable  to  the  preparation  of  both  aldehydes  and  ketones. 

1."  Dry  distillation  of  the  salts  of  the  fatty  acids,  calcium  acetate 
yielding  acetone: 

CH3.CO|03i*^  CH3-CO.CH3+CaCX)3. 


When  an  equivalent  quantity  of  a  formate  is  mixed  with  the  salt 
of  the  other  fatty  acid,  an  aldehyde  is  produced  by  the  distillation: 


CaHyCOfSNa 

Hinoo 


H|COONa 


=  C3H7.C<2+Na«COa. 


♦ca-iCa. 
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When  a  mixture  of  the  salts  of.  two  different  fatty  acids,  excluding 
formates,  is  distilled ,  mixed  ketones  are  obtained: 


Cfia-COpIa 
CaHg'ICOONa 


CH3 -CO  .CaHfi+NaaOOs. 

Methylethyiketone 


In  the  last  two  reactions  the  product  contains  the  oorrespoq^ng 
simple  ketones  in  addition  to  the  aldehyde  or  mixed  ketone.  Thus, 
in  the  foregoing  example  dimethyl  ketone  and  diethylketone  are  also 
formed. 

Given  the  structure  of  the  fatty  acids,  the  method  of  formation 
just  described  could  be  adduced  as  a  proof  of  the  constitution  of  the 
aldehydes  and  ketones,  if  it  were  not  that  th3  reaction  only  takes 
place  at  high  temperatures.  Since  under  such  conditions  organic 
compounds  frequently  undergo  changes  of  structure,  more  especially 
at  the  moment  of  formation,  such  pyrogenetic  reactions  cannot  be 
regarded  as  furnishing  conclusive  evidence  of  the  constitution  of  a 
compound. 

2.  Aldehydes  or  ketones  can  be  obtained  from  compounds 
containing  two  halogen  atoms  linked  to  a  single  carbon  atom,  by 
heating  them  with  water: 


CH3-CHp2^fH2|0  =  CH3-CHO+2HC1. 


Ethylidene  chloride 

3.  When  primary  or  secondary  alcohols  in  the  gaseous  state  are 
passed  over  finely-divided  copper-dust,  obtained  by  reduction  of 
copper  oxide,  at  250^-400°,  they  yield  hydrogen,  and  aldehydes  or 
ketones  respectively: 

CpHan+i'OH  =  Ha+CnHgnO. 

4.  An  important  method  for  the  preparation  of  ketones,  but 
not  of  aldehydes,  is  the  interaction  of  acid  chlorides  and  zinc  alkides 
(82),  and  subsequent  decomposition  with  water.  An  addition- 
product  is  first  formed,  its  production  being  due  to  the  transforma- 
tion of  the  double  bond  of  the  oxygen  atom  into  a  single  one: 


CnH2B+l  'C"^  pn  +  Zn  <  pjTT    =  CaH2n+i  •O^-CHa 
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When  thk  addition-product  is  treated  with  water  a  ketone  is 

formed:  

^0|Zn|CH3    H]0| 
CnH2„+j  -C^Hs  +         =  C,iH2n+i  •CO.CH3+ZnO+CH4+ 

^ICl  if]  +HC1. 

no.  Common  to  the  aldehydes  and  ketones  is  the  power  of 
forming  addition-products.  This  property  is  due  to  the  double 
bond  of  the  oxygen  atom,  the  conversion  of  which  into  a  single 
bond  sets  free  a  carbon  and  an  oxygen  linking,  and  thus  enables  the 
aldehydes  and  ketones  to  form  addition-products  with  the  follow- 
ing elements  and  compounds. 

1.  Hydrogen. — An  addition-product  is  produced  by  the  action  of 
sodium-amalgam  on  an  aqueous  solution  of  an  aldehyde  or  ketone; 
or  by  passing  the  vapour  of  the  aldehyde  or  ketone  mixed  with 
hydrogen  over  heated,  finely-divided  nickel.  Primary  alcohols  are 
formed  from  aldehydes,  and  secondary  from  ketones. 

2.  Sodium  hydrogen  sidphite. — When  aldehydes  or  ketones  are 
agitated  with  a  very  concentrated  aqueous  solution  of  this  com- 
pound, a  crystalline  addition-product  is  obtained: 

CaHfi-C^^+NaHSOg  =  CgHs-C^SOgNa. 

This  constitution  is  assigned  to  these  compounds  because  of  their 
ready  conversion  by  the  action  of  dilute  acids  or  sodium-carbonate 
solution  into  the  corresponding  aldehydes  or  ketones,  mere  solution 
in  water  effecting  this  decomposition  for  the  higher  members.  For 
this  reason,  it  is  highly  improbable  that  there  is  a  direct  bond 
between  sulphur  and  carbon  (67).  The  acid  sulphite  compounds — 
sometimes  incorrectly  called  "bisulphite  "  compounds — dissolve 
readily  in  water,  but  are  insoluble  in  very  concentrated  solutions 
of  the  acid  sulphite  itself. 

All  ketones  do  not  yield  these  addition-products.  They  are  most 
readily  obtained  from  those  containing  one  methyl-group  directly 
linked  to  carbonyl,  or  methylketones. 

The  use  of  acid  sulphite  is  often  exceedingly  serviceable  for  the 
purification  of  aldehydes  or  ketones,  or  for  separating  them  from 
reaction-naixtures. 


132  ORGANIC  CHEMISTRY.  [{§  111,  112 

3.  Hydrocyanic  add. — When  an  aldehyde  or  ketone  is  brought 
mto  contact  with  an  aqueous  solution  of  hydrocyanic  acid,  o<»n- 
bination  takes  place: 

Sl»>CO+HCN-^H»^>C<OH 

This  is  an  important  synthesis,  because  the  cyanhydrins  or  hydroxy- 
nitriles  thus  formed  can  be  converted  into  hydroxy-acids  by  saponi- 
fication, a  reaction  affording  a  means  of  synthesizing  such  com- 
pounds (182,  5). 

III.  With  Grignard's  alkyl  magnesium  halides  (82),  alde- 
hydes and  ketones  form  addition-products,  and  on  treatment  with 
water  these  yield  respectively  secondary  and  tertiary  alcohols: 

R.c5+R'-Mg.I  -  R.C^.Mg.I, 
^  \R' 

Aldehyde  Addition-imdiiat 


2R«60.Mg.I+2H20  -  2R.CHOH.R'+Mgl2+Mg(OH)j; 

{^ ,  Secondary  alcohol 

Acetone  Addition-product 

2p5'>C<pw**^'®''+2H2O-2(CH3)3C.OH  +  MgBr2+Mg(0H)2. 

%uX±^  ^113  Trimetbyloarbinol 

112.  Other  reactions  common  to  aldehydes  and  ketones  depend 
upon  exchange  of  the  doubly-linked  oxygen  atom  for  other  atoms 
or  groups. 

1.  Pho8ph<yrus  perUachloride  replaces  the  oxygen  atom  by  two 
chlorine  atoms. 

2.  Hydroxylamine  reacts  in  accoidance  with  the  equation 

gg^>C[OTH^NOH  =  ^>C:IM^+H20. 

Oximes  are  thus  produced,  and  are  called  aldoximea  when  derived 
from  aldehydes,  and  ketoximes  when  derived  from  ketones.    This 
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reaction  is  of  very  general  application.  The  oximes  are  either 
crystalline  compounds,  or  liquids,  and  possess  both  acidic  and 
basic  properties.  When  they  are  treated  with  bases,  the  hydrogen 
of  the  hydroxy  1-group  is  replaced  by  a  metal;  with  acids,  addition- 
products  are  formed,  the  reaction  being  similar  to  the  production 
of  ammonium  salts: 

(CH3)2C=N0H.HC1. 

Aoetozime  hydrochloride 

On  boiling  with  dilute  hydrochloric  acid,  the  oximes  take  up 
one  molecule  of  water,  yielding  hydroxylamine,  and  either  an 
aldehyde  or  a  ketone. 

The  evidence  proving  the  constitution  of  the  oximes  is  that  the 
condensation  of  hydroxylamine  with  an  aldehyde  or  ketone  neces- 
sitates the  elimination  as  water  of  two  hydrogen  atoms  of  the 
hydroxylamine  and  the  carbonyl-oxygen  of  the  aldehyde  or  ketone, 
because  if  the  alkyl-groups  took  part  in  the  reaction  the  aldehyde  or 
ketone  could  not  be  regenerated  by  boiling  with  dilute  acid.  The 
possible  structural  formulae  for  the  oximes  are  therefore  reduced  to 
two: 

L  II. 

H?\  I Hi 


>C 


H|/  ^ H^/  \nh 


5T1!!~N-»>C=N0H    and    >CO+H 


The  oximes  contain  one  hydrogen  atom  replaceable  by  an  alkyl- 
group.  When  such  an  alkyloxime  is  boiled  with  hydrochloric  acid, 
there  is  formed,  in  addition  to  the  aldehyde  or  ketone,  an  alkyl- 
hydroxylamine.  This  has  the  constitution  H,N.O.R',  because  on 
heating  it  with  hydriodic  acid,  the  alkyl-group  is  eliminated  with 
formation  of  an  alkyl  iodide :'  if  the  alkyl-group  were  in  direct  union 
with  the  nitrogen  atom,  an  alkylamine,  and  not  an  alkyl  iodide, 
would  be  formed.  Formula  II  is  therefore  excluded,  a?  replace- 
ment of  the  hydrogen  atom  of  its  NOH-group  indicates  the  forma- 
tion of  a  compound  containing  an  alkyl-group  directly  linked  to  a 
nitrogen  atom. 

Energetic  reduction  converts  the  oximes  into  amines: 

R2C=NOH+4H  =  R2CNH2+H2O. 
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The  aldoximes  are  readily  transformed  into  the  corresponding 
nitriles  by  the  action  of  dehydrating  agents,  such  as  acetic  anhy- 
dride: 

|H 

Ketoximes  undergo  a  remarkable  rearrangement  of  the  atoms  in 
the  molecule  or  intramolecular  transformaiionj  called  after  its  dis- 
coverer "Beckmann's  transformation."  It  takes  place,  for  exam- 
ple, under  the  influence  of  acetyl  chloride.  The  ketoximes  thus 
yield  acid  amides,  with  substituents  in  union  with  the  nitrogen 
atom: 

R*C-R'v     R.C-OH    R-CO 

nor/        NR'  NHR' 

Ozime  Amide 

As  represented  in  the  formulae,  this  reaction  may  be  regarded  as 
resulting,  first,  from  exchange  of  the  hydroxyl-group  of  the  oxime 
for  an  alkyl-group  of  the  ke tone-residue;  and  second,  from  the 
transformation  of  the  unstable  intermediate  product  thus  formed 
into  an  amide,  the  hydrogen  atom  of  the  OH-group  uniting  with  the 
nitrogen  atom. 

The  behaviour  of  aldehydes  and  ketones  with  phenylhydrazinej 
C6H6NH«NH2  (305),  is  exactly  analogous  to  that  with  hydroxy  1- 
amine: 


^,>C|0  +  H2|N>NH.C6H5  =  ^,>C=N.NH.CaH5+H20 

Phenylhydraxine  Phenyihydraaone 

The  substances  formed,  called  hydrazones,  are  either  well-defined 
crj'stalline  compounds,  or  liquids.  When  heated  with  hydrochloric 
acid,  they  take  up  the  elements  of  water,  forming  phenylhydrazine 
and  the  corresponding  aldehyde  or  ketone.  Phenylhydrazine  and 
hydroxylamine  are  important  reagents  for  detecting  the  presence 
of  the  carbonyl-group. 

The  constitution  of  the  phenylhydrazones  is  thus  established. 
Derivatives  of  phenylhydrazine  obtained  by  replacement  of  the 
hydrogen  of  the  imino-group,  — NH,   by  an  alkyl-group,    react 
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with  aldehydes  and  ketones  similarly  to  phenylhydrazine  itself,  so 

NH 

that  the  structure  R«C<  •   ^  „  is  excluded.     This  is  rendered  even 

more  evident  by  the  fact  that  only  phenylhydrazines  containing 
an  unsubstituted  amino-group  can  fonn  hydrazones, 

ALDEHYDES. 

1x3.  In  addition  to  the  properties  common  to  both  aldehydes 
and  ketones  (no  to  112),  aldehydes  have  their  own  special  prop- 
erties. 

1.  AMehydmmmonia. — Acetaldehydeammonia  is  produced  from 
ammonia  and  acetaldehyde: 

C2H4O+NH3  =  C2H4ONH3. 

Aoetaldehjrde  Aoetaldehydeammonift 

It  is  precipitated  in  the  fonn  of  white  crystals  when  dry  ammonia- 
gas  is  passed  into  a  solution  of  acetaldehyde  in  anhydrous  ether, 
and  is  very  soluble  in  water.  Acids  decompose  the  aldehyde- 
ammonias  into  an  aldehyde  and  ammonia;  caustic  potash  is  unable 
to  effect  this  decomposition. 

At  ordinary  temperatures  the  molecular  formula  of  acetaldehyde- 
ammonia  is  three  times  its  empirical  formula.  When  dried  over 
sulphuric  acid,  it  loses  water  and  is  converted  into  (CH,-CHNH)„ 
a  polymeride  of  ethylidene-imine. 

2.  Acetala. — An  aldehyde  combines  with  two  molecules  of  an 
alcohol,  with  elimination  of  water,  and  production  of  an  acetal: 

rkn  xj  ^CH3-CH<^^^  „  +H2O. 

Acetals  are  readily  obtained  by  addition  of  the  aldehyde  to  a  one 
per  cent,  solution  of  anhydrous  hydrochloric  acid  in  the  alcohol. 
The  reaction  is  not  complete;  it  is  limited  by  the  reverse  one,  since 
water  acts  on  acetal,  regenerating  aldehyde  and  alcohol.  Both  the 
formation  and  decomposition  of  acetal  are  considerably  accelerated 
by  the  presence  of  a  small  quantity  of  a  strong  mineral  acid,  which 
acts  as  a  powerful  catalyzer.  The  acetals  are  liquids  of  aromatic 
odour,  and  distil  without  decomposition.    They  are  not  attacked 
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by  alkalis,  but  are  resolved  by  acids  into  the  compounds  from  which 
they  were  produced,  a  fact  which  supports  the  view  expressed  in 
the  above  structural  formula,  that  the  alkyl-groups  and  the  alde- 
hyde-residue are  indirectly  united  by  oxygen,  the  stability  of  a 
carbon  chain  being  sufficient  to  resist  the  action  of  such  reagents. 

3.  Reaction  with  add  anhydrides. — Addition-products  are  ob- 
tained with  acid  anhydrides: 

CH8-c5+0(COCH3)2  -  CH3.CH<g^g^g. 

Aoetio  anhydride 

These  compounds  are  analogous  to  the  acetals.  They  are  easily 
decomposed  by  water,  and  still  niore  readily  by  alkalis,  into  the 
corresponding  acid  and  aldehyde. 

114.  Two  kinds  of  addition-products  are  also  formed  by  the 
union  of  aldehyde  molecules  with  one  another.  When  a  few 
drops  of  concentrated  sulphuric  acid  are  added  to  acetaldehyde, 
a  liquid  boiling  at  22^,  the  mixture  becomes  warm,  and  then 
begins  to  boil  violently.  At  the  end  of  the  reaction  a  colourless 
liquid  is  obtained,  similar  to  the  original  one,  but  boiling  about 
100®  higher,  at  124®.  The  empirical  formula  of  this  compound  is  the 
same  as  that  of  acetaldehyde,  C2H4O,  but  its  vapour-density  is 
three  times  as  great,  so  that  it  has  the  molecular  formula  C6H12Q3. 
This  substance,  paraldehyde^  is  readily  converted  into  acetaldehyde 
by  distillation  with  dilute  sulphuric  acid,  another  example  of  a 
reaction  limited  by  the  reverse  one: 

C6H12O3  ^  3C2H4O. 

The  equilibrium  reached  must  be  independent  of  the  nature  of  the 
acid,  that  is,  of  the  catalyzer  ('*  Inorganic  Chemistry,"  49),  as  has 
has  been  proved  for  this  reaction  by  experiment.  The  same 
equilibrium  must  be  attained  without  the  aid  of  any  catalyzer, 
but  the  change  proceeds  so  slowly  that  no  experimental  proof  has 
yet  been  possible.  A  direct  union  between  the  carbon  atoms  of 
the  three  aldehyde  molecules  in  paraldehyde  is  improbable,  and 
the  existence  of  an  indirect  linking;  throuo:h  the  oxygen  atoms  must 
be  assumed,  because  it  accounts  for  the  ease  with  which  the  mole- 
cule of  paraldehyde  can  be  resolved.  The  compound  is  not  attacked 
by  sodium,  and  therefore  cannot  contain  hydroxyl-groups.     It 
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lacks  all  the  characteristics  of  aldehydes,  proving  the  absence  of 
the  group  — C  ^  g.     These  properties  are  best  ezptessed  by  the 


CQDstitutional  formula 


H/°\H 
CHs-C  C-GHk 

i    A    • 

CHs 


The  union  of  two  or  more  molecules  of  a  substance  to  form 
a  body  from  which  the  original  compound  can  be  regenerated  is 
called  pal^pnerization. 

115.  Under  the  influence  of  dilute  alkali-solutions  aldehyde 
molecules  combine  with  production  of  compounds  of  a  different 
kind.  When  an  aqueous  solution  of  acetaldehyde  is  warmed  with 
concentrated  caustic  potash,  the  liquid  becomes  yellow;  after  a 
short  time,  reddish-yellow,  amorphous  masses  are  precipitated. 
The  aldehyde  has  resinificd,  and  the  reddish-yellow  substance 
formed  is  called  aldehyde-resin.  When,  however,  dilute  caustic 
potash  (or  sodium  acetate,  zinc  chloride,  etc.)  is  added  to  acetalde- 
hyde, a  substance  is  formed  having  the  same  empirical  composition 
as  acetaldehyde,  but  with  double  the  molecular  formula,  C4H8O2. 
This  compound  is  called  aldol:  it  is  a  liquid,  distilling  without  de- 
composition under  duninished  pressure,  and  readily  undergoing  poly- 
merization. It  possesses  the  properties  characteristic  of  aldehydes, 
yielding  on  oxidation,  for  example,  an  acid  with  the  same  number 
of  carbon  atoms.  The  acid  thus  obtained  has  the  formula  C4H8Q3, 
and  is  a  n-hydroxybutyric  acid;  that  is,  n-butyric  acid  with  one 
H-atom  of  the  alkyl-group  replaced  by  hydroxyl.  It  can  be  con- 
verted into  n-butyric  acid,  with  a  chain  of  four  carbon  atoms, 
proving  the  presence  of  a  similar  chain  in  aldol.  Hence,  in  this 
case,  the  union  of  the  aldehyde  molecules  has  been  effected 
through  the  carbon  bonds,  a  view  supported  by  the  fact  that  aldol 
cannot  be  reconverted  into  aldehyde.  The  combination  of  the 
aldehyde  molecules  to  form  aldol  may  be  represented  by  the  equa- 
tion 
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CHs'Cy^ +HCH2*C^  =  CH3 -0^0112  •C^. 

Aldol 

This  constitutional  formula  expresses  the  properties  of  aldol. 

Instead  of  explaining  the  formation  of  aldol  by  assuming  the 
combination  of  one  of  the  hydrogen  atoms  of  one  aldehyde  molecule 
with  the  oxygen  atom  of  another  to  form  hydroxyl,  it  might  be 
supposed  that  an  aldehyde  molecule  unites  with  a  molecule  of  water, 
the  addition-product  formed  reacting  with  a  second  molecule  of 
aldehyde  with  elimination  of  water : 

H 
CHj'Cq  +H2O  "  CHa«C</-vTTj 

PH  c<OH H 

^   ''^    |6H+H|CH,>CH0  -  CH,>C  <cH,  CHO+^'Q' 

Aldol 

Reactions  are  often  explained  by  assuming  the  formation  of  such 
addition-products  and  the  subsequent  elimination  of  water.  In  a 
few  instances  this  view  has  been  experimentally  verified. 

Aldol  is  both  an  alcohol  and  an  aldehyde,  hence  its  name, 
aW(ehyde-alcoh)oZ.  The  union  of  molecules  through  carbon  bonds, 
as  in  the  formation  of  aldol,  with  the  production  of  compounds 
from  which  the  original  substance  cannot  be  regenerated  by  any 
simple  method,  is  called  condensation. 

It  is  probable  that  aldehyde-resin  is  a  product  resulting  from 
continued  condensation  of  the  aldol  molecules  with  elimination  of 
water,  just  as  aldol  itself  readily  loses  one  molecule  of  water  when 
heated,  with  formation  of  crotonaldehyde  (148): 

CH,.CH0H.CH,.c5-H,0  -CH3-CH:CH.c5. 

Aldol  ^  ^ 

Ootooaidehyde 

Tests  for  Aldehydes. 

116.  The  following  tests  serve  for  the  detection  of  aldehydes. 

1.  Resin ilication  with  alkalis. 

2.  Reduction  of  an  ammoniacal  silver  solution.  This  solution 
is  prepared  by  adding  excess  of  caustic  potash  to  a  solution  of 
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silver  nitrate,  and  then  just  sufficient  ammonia  to  dissolve  the 
precipitated  silver  oxide.  When  this  liquid  is  brought  into  a 
dilute  aqueous  solution  of  an  aldehyde,  and  the  mixture  warmed, 
a  beautiful  mirror  of  metallic  silver  is  deposited  on  the  sides  of 
the  tube. 

3.  When  an  aldehyde  is  added  to  a  solution  of  magenta 
decolourized  by  sulphurous  acid — Schifp's  reagent — the  red  colour 
is  restored. 

Formaldehyde,  H  -  C  ^  q  . 

117.  Formic  acid,  the  first  member  of  the  homologous  series  of 
fatty  acids,  has  certain  properties  not  possessed  by  the  higher 
members  (88).  Formaldehyde  affords  another  striking  example  of 
this  phenomenon  of  disparity  between  the  first  and  succeeding 
members  in  a  homologous  series. 

It  is  obtained  by  the  oxidation  of  methyl  alcohol,  effected  by 
passing  a  mixture  of  air  and  methyl-alcohol  vapour  over  a  hot 
spiral  of  platinum  or  copper.  The  heat  produced  by  the  reaction 
is  sufficient  to  raise  the  temperature  of  the  spiral  to  redness,  and 
to  maintain  it  at  that  point,  provided  the  stream  of  gas  is  passed 
over  it  with  sufficient  velocity.  The  formaldehyde  produced  is 
absorbed  by  water,  in  which  it  dissolves  readily. 

This  aldehyde  is  a  product  of  the  incomplete  combustion  of 
wood,  peat,  and  many  other  organic  substances.  This  fact 
explains  its  presence  in  traces  in  the  atmosphere,  especially  in 
that  of  large  towns. 

Formaldehyde  has  a  very  pungent  odour.  At  ordinary  tem- 
peratures it  is  gaseous,  but  when  cooled  with  solid  carbon  dioxide 
and  ether,  it  forms  a  liquid  boiling  at  — 20°.  Even  at  this  tem- 
perature polymerization  begins,  and  at  higher  temperatures  it 
proceeds  with  explosive  energy.  When  the  aqueous  solution  is 
evaporated  over  concentrated  sulphuric  acid,  only  part  of  the 
formaldehyde  is  evolved  as  gas:  the  rest  polymerizes,  and  remains 
as  a  white,  crystalline  mass,  called  oocymethylene.  The  molecular 
weight  of  this  polymeride  is  not  known:  on  heating,  it  is  recon- 
verted into  formaldehyde,  proving  it  to  be  a  true  polymeride. 
On  treatment  with  ammonia,  formaldehyde  does  not  yield  an 
aldehydeammonia,  but  a  complicated  compound,  C6H12N4,  hexa- 


140  ORGANIC  CHEMISTRY,  [§  llg 

methyleneaminef  a  crystalline,  basic  substance.  When  treated  with 
caustic  potash,  formaldehyde  does  not  resinify,  but  is  converted 
into  methyl  alcohol  and  formic  acid: 

2CH2O  +  H2O  =  CH3OH  +  HCOOH. 

The  oxime  of  formaldehyde  also  polymerizes  readily.  For- 
maldehyde and  its  derivatives  display  a  much  greater  tendency 
towards  polymerization  than  the  other  aldehydes  and  their  deriva- 
tives, and  differ  from  them  in  their  behaviour  with  ammonia  and 
with  caustic  potash. 

An  aqueous  solution  containing  40  per  cent,  of  formaldehyde 
is  a  commercial  product,  and  is  called  ''formalin."  After  dilution, 
it  is  employed  as  a  disinfectant,  and  in  the  preservation  of  ana- 
tomical specimens.  It  possesses  the  remarkable  property  of  con- 
verting albuminous  substances  into  a  hard,  elastic  mass,  quite 
insoluble  in  water.  The  contents  of  a  hen's  egg,  for  example, 
undergo  this  transformation  through  contact  with  formalin  for 
half-an-hour;  brain-substance  attains  the  consistency  of  india- 
rubber;  and  a  solution  of  gelatin  is  converted  into  a  hard,  trans- 
parent, insoluble,  odourless  mass,  reducible  to  a  fine  powder. 
Photographic  films  with  a  basis  of  gelatin  are  immersed  before 
development  in  a  dilute  solution  of  formaldehyde  for  a  short  time 
to  render  the  gelatin  insoluble. 

The  concentration  of  a  formalin  solution  is  determined  by  adding 
excess  of  a  solution  of  twice  normal  sodium  hydroxide,  and  then 
hydrogen  peroxide,  the  formaldehyde  being  converted  completely 
into  formic  acid.  The  excess  of  alkali  is  estimated  by  titration,  and 
from  the  result  the  amount  of  formaldehyde  can  be  calculated, 
since  one  molecule  of  the  aldehyde  yields  one  molecule  of  the  acid. 

Acetaldehyde,  CHg^C^Q. 

118.  Acetaldehyde  is  the  typical  aldehyde  of  this  series,  since 
it  has  all  the  properties  characteristic  of  aldehydes  as  a  class.  It 
is  obtained  by  the  oxidation  of  ethyl  alcohol  by  means  of  potassium 
dichromate  and  sulphuric  acid,  and  is  a  liquid  with  a  disagreeable 
odour,  at  le^st  in  the  dilute  state:  it  boils  at  22°. and  solidifies  at 
— 120-6°.     It  readily  polymerizes  to  paraldehyde,  C6H12O3  (114). 
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Acetaldehyde  is  only  partially  converted  into  paraldehyde  by 
dilute  sulphuric  acid,  an  equilibrium  being  attained: 

3C,H,0  ?=±  CoHiaO,. 

Although  this  equilibrium  would  also  result  in  absence  of  the  cata- 
lyzer— sulphuric  acid, — it  has  been  proved  by  experiment  that  at 
temperatures  below  130°  the  transformation  is  then  so  slow  as  to 
produce  no  appreciable  change  in  the  relative  proportion  of  acetal- 
dehyde and  its  polymeride  in  a  mixture,  even  after  the  lapse  of  a 
long  period  of  time.  Acetaldehyde  and  paraldehyde  can  be  readily 
obtained  from  such  a  mixture,  there  being  a  difference  of  about 
100**  between  their  boiling-points. 

The    relationship   between    acetaldehyde   and    paraldehyde   is 
graphically  represented  in  Fig.  31,  in  which  the  curve  FHG  gives 
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Fio.  31  — Relationship  between  Acetaldehyde  and  Paraldehyde. 

the  boiling-points  of  mixtures  of  the  tw^o  substances  in  varying  pro- 
portion. It  is  plotted  by  heating  to  their  boiling-points  mixtures 
of  the  two  isomeric'es,  in  known  proportion,  under  a  reflux-con- 
denser, and  noting  the  temperature.  Thus,  the  point  H  represents 
a  mixture  containing  53-5  per  cent,  of  paraldehyde,  and  boiling 
at  41°. 

The  composition  of  the  vapour — that  is,  of  the  first  portion  of 
the  distillate — ^Helded  by  the  mixture  of  the  two  substances  is 
given  by  the  curve  FIG.    It  should  be  noted  that  the  quantity 
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distilled  is  small  relative  to  that  of  the  residual  mixture,  so  that 
.  the  composition  of  the  latter  undergoes  no  appreciable  alteration. 
To  ascertain  the  composition  of  a  mixture  boiling  at  80^,  and  of  the 
corresponding  vapouf,  it  is  only  necessary  to  draw  a  horizontal  line 
through  the  point  80^  on  the  ordinate.  The  point  of  intersection 
of  this  line  and  the  curve  FHG  gives  the  composition  of  the  mixture, 
and  its  intersection  with  FIG  that  of  its  vapour. 

The  curve  DEB  forms  part  of  the  cryoscopic  curve  of  paralde- 
hyde, when  mixed  with  increasing  quantities  of  acetaldehyde.  In 
accordance  with  the  rule,  the  freezing-point  of  the  pure  substance 
— paraldehyde — is  lowered  by  admixture  with  a  foreign  substance 
— ^acetaldehyde. 

These  statements  hold  for  mixtures  of  the  two  substances  in 
absence  of  a  catalyzer.  When  this  is  present,  the  conditions  are 
wholly  different.  At  any  given  temperature  a  mixture  of  definite 
composition  is  speedily  formed,  both  when  one  of  the  pure  sub- 
stances and  the  catalyzer  alone  were  present,  and  when  an  arbitrary 
mixture  of  the  two  substances  in  presence  of  the  catalyzer  consti- 
tuted the  starting-point.  There  is,  therefore,  a  definite  equilibrium 
corresponding  with  each  temperature,  the  equilibriums  being  graph- 
ically represented  by  the  curve  KHE.  At  41-7°  it  intersects  the 
boiling-point  curve  at  the  point  H,  indicating  that  when  a  mixture 
of  the  two  substances  in  arbitrary  proportions  is  heated  with  a 
catalyzer,  its  boiling-point  changes  until  it  finally  boils  constantly 
at  41*7^.  The  mixture  boiling  at  this  temperature  contains  53-5 
per  cent,  of  paraldehyde,  and  46-5  per  cent,  of  acetaldehyde.  The 
resulting  vapour,  however,  contains  97-5  per  cent,  of  acetaldehyde, 
as  is  indicated  by  the  intersection  of  the  horizontal  line  with  the 
curve  FIG  at  the  point  /.  This  explains  the  long-established  fact 
that  almost  pure  acetaldehyde  is  obtained  by  distilling  paraldehyde 
with  a  small  quantity  of  sulphuric  acid. 

The  equilibrium-curve  intersects  the  cryoscopic  curve  at  E,  this 
point  corresponding  with  the  temperature  6-8°,  and  88*1  per  cent,  of 
paraldehyde.  It  follows  that  a  mixture  in  any  proportion  should 
freeze  in  presence  of  a  catalyzer  at  6-8°,  with  separation  of  pure 
paraldehyde,  and  that  either  of  the  two  pure  substances  must  be* 
have  similarly  on  addition  of  a  trace  of  sulphuric  acid. 

Another  compound  of  the  formula  C6H12O3  exists,  called  metal- 
dehyde:  it  is  a  crystalline  product,  and  must  be  likewise  a  poly- 
meride,  since  heating  reconverts  it  into  ordinary  aldehyde.  Like 
paraldehyde,  it  does  not  answer  to  the  ordinary  aldehyde-tests; 
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tbus,  it  is  not  resinified  by  alkalis.   Paraldehyde  and  metaldehyde 
are  possibly  stereoisomerides. 

KETOKES. 

119.  The  properties  characteristic  of  the  ketones  are  described 
in  no  to  112.  The  first  member  of  the  homologous  series  cannot 
contain  less  than  three  carbon  atoms. 

Ketones  have  the  general  formula  R«CO-R',  and  are  always 
divided  at  the  carbonyl-group  by  oxidation  (107);  that  is,  oxidar 
tion  occurs  at  that  part  of  the  molecule  already  containing  oxygen 
(49).    The  decomposition  can,  however,  take  place  in  two  different 

ways: 

R.|CO-R'    or    R.(X).|R'. 

Thus,  methylnonylketone,  CHs.ICO-ICqHjq,  can  yield  formic 

I         n 

acid,  CH2O2,  and  capric  acid,  C10H20O2;  or  acetic  acid,  C2H40ai 
and  pelargonic  acid,  C9H18O2;  the  decomposition  taking  place  at 
the  points  indicated  bythe  lines  I.  and  II.  respectively.  The  oxida- 
tion is  such  that  the  decomposition  takes  place  at  both  points 
simultaneously,  so  that  four  acids  are  obtained.  Two  of  them  may 
be  identical;  for  example,  the  oxidation  of  methylethylketone, 
CH3-CO»C2H6,  produces  acetic  acid  and  acetic  acid  by  decom- 
position at  point  II.,  and  formic  acid  and  propionic  acid  by  decom- 
position at  I.  Tsually  the  reaction  which  leaves  the  carbonyl  in 
union  with  the  smallest  alkyl-residue  predominates.  Oxidation 
therefore  affords  a  means  of  determining  the  position  of  the  car- 
bonyl-group in  the  ketone  molecule.  v 

The  ketones  are  further  distinguished  from  the  aldehydes 
by  their  behaviour  towards  ammonia:  this  reaction  has  been  care- 
fully investigated  for  acetone,  the  first  member  of  the  series.  By 
elimination  of  water  it  yields  complicated  substances,  such  as 
diacetaneamine,  CoHiaNO  or  (2C3H60-f  NH3-H2O),  triacetonea- 
mine,  CgHnNO  or  (3C3H6O  +  NH3-2H2O),  and  so  on. 

The  ketones  do  not  yield  polymerides,  but  are  capable  of  form- 
ing condensation-products. 

Acetone,  CHa- CO. CH3. 

120.  Acetone  is  prepared  on  the  manufacturing  scale  from 
crude  wood-spirit  (46),  and  by  the  dr}'  distillation  of  calcium  ace- 


144  ORGANIC  CHEMISTRY.  [|  121 

tate.  It. is  present  in  very  small  quantities  in  normal  urine,  but 
in  much  greater  proportion  in  pathological  cases,  such  as  diabetes 
meUUus  and  acetonuria.  It  is  a  liquid  of  peculiar,  peppermint-like 
odour,  boils  at  SC-S*',  solidifies  at  —  94*9*',  and  has  a  specific  gravit}^ 
of  0«812  at  0®.  It  is  an  excellent  solvent  for  many  organic  com- 
pounds, and  is  miscible  in  all  proportions  with  water.  It  is  con- 
verted by  reduction  into  isopropyl  alcohol  (156),  and  yields  a 
crystalline  oxime  melting  at  69^. 

Sulphonal,  an  important  soporific,  is  prepared  from  acetone.  In 
presence  of  hydrochloric  acid,  acetone  unites  with  ethylmercaptan 
with  elimination  of  water: 

(CH,),C0+2HS.C,H.  -  (CH,),C(SC,H,),+H,0. 

Dimethyldiethyl- 
mercaptole 

Oxidation  with  potassium  permanganate  converts  the  two  sulphur 
atoms  of  this  compound  into  SOt-groups,  forming  diethylsulphonedi- 
methylmethane,  (CH,)2C(SOsC2He)si  or  sulphonal.  It  crystallises  in 
colourless  prisms,  soluble  with  difficulty  in  cold  water,  and  melting 
at  126°. 

Thioaldehydes  and  Thioketones. 

lax.  In  the  thioaldehydea  and  thioketones  sulphur  has  replaced 
oxygen.  Thioacetaldehyde  is  not  known,  but  its  polymeride. 
trithioacetaldehyde,  CaHj^Sa,  is.  obtained  by  passing  sulphuretted 
hydrogen  through  a  mixture  of  acetaldehyde  and  hydrochloric  acid. 
Oxidation  converts  it  into  a  trisulphone  (67),  each  sulphur  atom 
being  oxidized  to  an  SO,-group. 

Although  acetone  itself  does  not  polymerize,  replacement  of  its 
oxygen  atom  by  a  sulphur  atom  confers  this  property  on  it  in  a 
high  degree.  The  polymerization  of  ihioacetone  can  be  effected  by 
the  methods  employed  for  aldehydes.  Three  molecules  become 
united,  forming  trithioaceione,  G^UisS^ 


UNSATURATED  HYDROCARBONS. 


I.  ALKYLEKES  OR  OLEFIIfES,  C„Hft,. 

Methods  of  Formation. 

T22.  1.  The  olefines  are  formed  in  the  dry  distillation  of  com- 
plicated carbon  compounds,  a  fact  which  accounts  for  their  pres- 
ence to  the  extent  of  4-5  per  cent,  in  coal-gas. 

2.  By  elimination  of  the  elements  of  water  from  the  alcohols 

C5Hu-OH  =  C6Hio  +  H20. 

This  can  sometimes  be  effected  by  heat  alone,  as  with  tertiary 
alcohols,  but  it  is  usually  necessary  to  warm  the  alcohol  with  a 
dehydrating  agent,  such  as  concentrated  sulphuric  acid  (6o  and 
12$)  or  zinc  chloride.  Water  is  more  readily  eliminated  from  the 
secondary  and  tertiary  alcohols  than  from  the  corresponding  pri- 
mary compounds. 

3.  By  abstraction  of  hydrogen  halide  from  alkyl  halides,  effected 
by  heating  with  alcoholic  potash,  a  solution  of  caustic  potash  in 
alcohol : 

CnH2n+ 1 1  +  KOC2H5  =  CnH2n  +  KI  +  C2H50H. 

An  ether  is  also  formed  (61): 

CnH2n+lI  +  KOC2H5  =  CnH2n+lOC2H5  +  KI. 

With  alkyl  iodides  the  reaction  chiefly  follows  the  first  equation, 
the  secondary  and  tertiary  iodides  being  specially  adapted  for  the 
production  of  unsaturated  hydrocarbons. 
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Name. 

Formula. 

Roilinc- 
point. 

Name. 

FcnmuU. 

fioilij«. 
pout. 

Ethylene 

Propylene. .  . 
»-Butylene.  . 
tir-Amvlene. . . 
Hexylene 

-103'' 

-180'' 

-     5" 

35^ 

68<» 

Heptylene  . . 

Octylene 

Nonylene.  . . 
I>e<^lene. . . . 
Undeoylene. 

CiiH» 

08« 
124* 
153^ 
172^ 
196** 

The  names  of  the  members  of  this  series  are  derived  from  those 
of  the  saturated  hydrocarbons  by  altering  the  termination  '*ane  " 
to  "ylene."  These  compounds  are  denoted  by  the  general  name 
alkylenes  or  olefines. 

To  indicate  the  position  of  the  double  bond  in  the  molecule, 
the  alkylenes  are  sometimes  regarded  as  substituted  ethylenes: 
thus,  CHs-CHiCH-CHs  is  called  symmetrical  dimethyletkyiene; 
and  (CH3)2C:CH2,  UTisymmetrical  dimethylelhylene. 

Properties. 

123.  The  lowest  members  of  this  homologous  series  are  gases, 
and  are  slightly  soluble  in  water:  the  higher  members  are  liquids 
or  solids,  insoluble  in  water,  but  soluble  in  alcohol  and  ether.  At 
their  melting-points  the  specific  gravities  of  the  lower  members 
are  about  0-63,  rising  with  increase  in  the  number  of  carbon  atoms 
to  about  0-79. 

Their  most  important  chemical  property  is  the  power  of  form- 
ing addition-products,  and  on  account  of  it  they  are  said  to  be 
unsaturated.  Addition-products  are  very  readily  obtained  by  the 
action  of  the  halogens,  especially  bromine,  on  the  olefines  and 
other  substances  containing  a  double  bond,  the  presence  of  which 
can  be  detected  by  the  decolourization  of  bromine-water.  Another 
test  for  the  presence  of  a  double  bond,  suggested  by  von  Baeyer, 
is  carried  out  by  agitating  the  substance  with  a  dilute  solution  of 
potassium  permanganate  and  sodium  carbonate.  Owing  to  the 
reducing  action  of  compounds  containing  a  double  carbon  bond, 
the  violet  colour  of  the  permanganate  quickly  disappears,  with 
formation  of  a  brown-red,  flocculent  precipitate  of  hydrated  man- 
ganese dioxide.  Compounds  of  other  classes,  such  as  aldehydes, 
react  similarlj'  with  potassium  permanganate,  so  that  the  test  can 
only  be  applied  in  their  absence  to  hydrocarbons,  unsaturated  acids, 
and  a  few  other  substances. 


L 
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The  hydrogen  halides  react  by  addition  with  the  olefines  to 
fonn  the  alkyl  halides,  hydriodic  acid  combining  very  readily. 

Concentrated  sulphuric  acid  yields  the  iiikylsulphuric  acids  by 

addition:    it  is  sometimes  necessary  to  employ  the  fuming  acid. 

The  addition  of  sulphuric  acid,  like  that  of  the  hydrogen  halides, 

results  in  the  union  of  the  acid-residue  with  the  unsaturated  carbon 

atom  linked  to  the  smallest  amount  of  hydrogen.    For  example, 

CH 
tsobutylene,  qjj^>C:CH2,  treated  with  sulphuric  or  hydriodic  acid 

yields 

g|«>C-CH3        or        chJ>^^^3. 

isOsH  i 

This  reaction  may  be  otherwise  expressed  by  stating  that  there 
is  a  tendency  for  the  aumber  of  methyl-groups  to  increase  in  such 
addition-reactions. 

Hjrpochlorous  acid,  CI -OH,  can  also  form  addition-products 
which  are  cbloro-alcohols: 

CH2=CH2 + CI .  OH  =  CH2CI .  CH2OH. 

Ethylene  Glyeolchlorhydrin 

124.  defines  can  form  condensation-products,  butylene  and  the 
amylenes  yielding  them  on  treatment  with  moderately  dilute  sul- 
phuric acid,  although  ethylene  cannot  be  similarly  condensed.  The 
condensation  may  be  explained  by  assuming  that  an  addition- 
product  with  sulphuric  acid,  or  alkylsulphuric  acid,  is  first  formed, 
and  then  reJtcts  with  a  second  molecule  of  the  olefine: 

riTT  -       (CH3)2C — CH; 

^^3^C:CHa-^  I 


>;S®>C:CH2-^  « ,  ;-» 

CH3  |OS03H+H|HC;C(CH3)2 

(CH3)2C— CH3 

"*        HC=C(CH3)2. 

The  simplest  member  of  this  series,  CH2,  methylene,  has  not 
been  obtained.  Various  attempts  have  been  made  to  prepare  it: 
for  instance,  by  the  elimination  of  HCl  from  methyl  chloride. 
Such  experiments  have  always  resulted  in  the  formation,  not  of 


148  ORGANIC  CHEMISTRY.  {\%  125, 126 

methylene,  but  of  ethylene,  two  CH2-groups  uniting  to  fonn  a 
single  molecule. 

Ethylene,  C2H4. 

125.  Ethylene  is  a  gas,,  and  is  usually  prepared  by  heating  a 
mixture  of  ethyl  alcohol  and  sulphuric  acid.  Ethylsulphuric  acid 
is  first  formed  (60),  and  on  further  heating  decomposes  into  ethyl- 
ene and  sulphuric  acid: 

C2H5SO4H  =  C2H4  +  H2SO4. 

In  the  preparation  of  ether  (62)  the  temperature  is  maintained 
below  a  certain  limit,  and  fresh  alcohol  is  continually  added, 
but  in  this  reaction  a  higher  temperature  is  employed,  and 
no  alcohol  is  added.  At  the  temperature  of  the  reaction, 
sulphur  dioxide  and  carbon  dioxide  are  produced,  but  can  be 
removed  from  the  ethylene  by  passing  it  through  dilute  alkali. 
A  purer  product  is  obtained  by  dropping  ethyl  alcohol  on  phos- 
phoric acid  heated  to  200°,  and  subsequently  raising  the  tempera- 
ture to  220°. 

Ethylene  can  also  be  prepared  from  ethylene  bromide,  C2H4Br2, 
by  removal  of  its  two  bromine  atoms,  which  is  effected  by  bringing 
it  into  contact  with  a  copper-zinc  couple. 

Ethylene  possesses  a  peculiar,  sweetish  odour,  and  bums  with 
a  luminous  flame.  It  is  slightly  soluble  in  water  and  in  alcohol 
When  passed  into  bromine  it  is  quickly  converted  intp  ethylene 
bromide,  C2H4Br2  (154).  It  is  readily  absorbed  by  concentrated 
sulphuric  acid  at  170°,  with  formation  of  ethylsulphuric  acid. 
Sabatier  found  that  a  mixture  of  hydrogen  and  ethylene  is 
changed  completely  into  ethane  when  passed  over  finely-divided 
nickel  at  temperatures  of  less  than  300°  (29). 

Amylenes,  CgHio. 

126.  A  mixture  of  isomeric  amylenes  and  pentane  is  technically 
prepared  by  heating  fusel-oil  (47)  with  zinc  chloride. 

The  isomeric  amylenes  can  be  separated  by  two  methods,  also 
applicable  in  other  similar  cases.  One  is  based  on  the  solu- 
bility at  a  low  temperature  of  some  of  the  isomerides  in  a  mixture 
of  equal  volumes  of  water  and  concentrated  sulphuric  acid,  with 
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formation  of  amylsulphuric  acids;  the  other  isonieridcs  are  insol- 
uble. .  This  treatment,  however,  converts  part  of  the  amylenes  into 
condensation-products,  called  diamylene  and  iriamylene.  The  other 
mode  of  separation  depends  upon  the  different  velocities  iiith  which 
the  isomeric  amylenes  form  addition-products  with  hydriodic  acid. 

The  Nature  of  the  Double  Carbon  Bond. 

127.  Hitherto  the  existence  of  a  double  carbon  bond  in  the 
alkylenes  has  been  arbitrarily  assumed:  the  constitution  of  un- 
saturated compounds  could,  however,  be  represented  in  a  variety 
of  ways. 

1.  Existence  of  bivalent  or  tervalent  carbon  atoms: 

II  mm 

CH3 — C — CH3 ,       CH2 — CH — GHs* 

2.  Existence  of  free  bonds: 

a.  On  one  carbon  atom  only: 

GH3 — O — CHs. 

&•  On  different  carbon  atoms: 

CH3  — CH — CH  3* 

I  '  I 

3.  Existence  of  a  double  carbon  bond: 

CH3  — CH=CH2* 

4.  Existence  of  a  closed  chain  or  ring: 

CH2 — CH2» 

CH2 

It  is  stated  in  123  that  unsaturated  compounds  are  convertible 
into  frftturated  compounds  by  addition  of  atoms  or  groups.  The 
constitution  of  these  addition-products  on  the  one  hand,  and  the 
method  of  formation  of  the  unsaturated  products  obtained  by  the 
elimination  of  a  hydrogen  halide,  etc.,  from  the  saturated  com- 
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pounds  on  the  other,  enable  a  deeision  to  be  arrived  at  between 
these  four  possibilities. 

It  should  be  observ'ed  that  the  addition-product  is  the  same, 
whether  the  existence  of  a  bivalent  carbon  atom,  or  of  two  free 
bonds  on  the  same  carbon  atom,  be  assumed.    Thus,  whether 

XI 

propylene  be  supposed  to  have  the  constitution  CHs-C-CHs  or 
CHs'C'CHs,  the  addition  of  bromine  produces  the  same  substance, 

CH3.CBr2«CH3.    Similarly,  the  assumption  of  tervalent    carbon 
atoms,  or  of  free  bonds  on  different  carbon  atoms,  leads    to  the 

in        in 

same  result;    CH2»CH2  with  two  tervalent  carbon  atoms,  and 
CH2»CH2  with  free  bonds,  yielding  with  bromine  the  same  addi- 

I     I 

tion-producl,  CH2Br»CH2Br.     It  follows  that  for  the  present  it  is 
unnecessary  to  treat  cases  1  and  2  separately. 

It  is  readily  proved  that  addition  does  not  take  place  at  only- 
one  carbon  of  unsaturated  compounds,  for  otherwise  ethylene 
chloride,  C2H4CI2,  would  have  the  constitution  CH3»CHCl2,  and 
ethylene  itself,  CHa-CH.  Ethylene  chloride  would  then  be  iden- 
tical with  the  product  obtained  by  the  action  of  phosphorus  penta- 
chloride  upon  acetaldehyde,  CHa-CHO,  since  the  exchange  of 
the  oxygen  atom  in  the  latter  for  two  chlorine  atoms  yields  a  com- 
pound of  the  formula  CH3  .CHCI2.  But  ethylene  chloride  is  differ- 
ent from  the  compound  C2H4CI2  (ethylidene  chloride)  got  from  alde- 
hyde. Similarly,  propylene  chloride,  C3H6CI2,  formed  by  the 
addition  of  chlorine  to  propylene,  is  not  identical  with  the  reaction- 
product  obtained  by  treating  acetone  with  phosphorus  penta- 
chloride,  CH3»CCl2*CH3  {chloroaceione)  j  nor  with  that  from  pro- 

pionaldehyde,  CH3.CH2»CHCl2   {propylidene  chloride).    Ethylene 

'  n 
therefore  cannot  have  either  the  formula  CHs-CH  or  CHa-CH. 

A 

nor  propylene  any  of  the  formulae  CH3.C-CH3,  CH3'CH2-CH, 

CH3.C.CH3,  or  CH3.CH2.CH. 

A  further  insight  into  the  structure  of  the  unsaturated  com- 
pounds is  derived  from  other  considerations.  Propylene  is  obtained 
by  the  elimination  of  HI  from  n-propyl  iodide,  CH3-CH2*CH2L 
The  same  compound  is  produced  by  the  removal  of  HI  from  iso- 
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propyl  iodide,  CHa^CHI^CHa.    Hence,  it  follows  that  propylene 

CH2 — CHa 
cannot  have  either  the  fonnula  CH2«CH2-CH2  or    \    /      ,  and 

1  I  Ch, 

therefore     the      remaining      possibilities      are      CHs-CH^CHa, 

CH8.CH.CH2,  and  CH3-CH:CH2. 

JsobtUylene,  C4H8,  is  similarly  formed  by  the  elimination  of 
HI  from  both  isobu^Z  iodide,  (CH3)2C[H}CH2JT].  and  teHiainj  butyl 
iodide,  (CH3)2C[T]  >CH2{H].    Thus,  wobutylene  can  only  have  one  of 

the    formulae    (CH3)2C-CH2,    (CH3)5^.CH2,    and    (CH3)2C:CH2. 

I    I 
Both  these  examples  indicate  that  the  removal  of  hydrogen  halide 
'from  an  alkyl  halide  necessitates  the  elimination  of  a  halogen  atom 
and  a  hydrogen  atom  respectively  in  union  with  two  carbon  atoms 
directly  linked  together. 

Other  examples ,  serve  to  further  illustrate  this  principle.     If 

CH 
HI  be  removed  from  a  pentyl  iodide,  q^^>CH-CH2I,  the  result- 
ing amylene,  CsH^oy  should,  in  accordance  with  the  principle,  have 

rtrr 

the  constitution  ^^  >C-CH2.    That  it  actually  has  is  proved  by 

the  fact  that  the  addition-product  obtained  by  the  action  of  hydri- 
odic  acid  on  this  amylene  is  not  the  original  pentyl  iodide,  but  one 

with  the  formula  ^  tt^>CI*CH3,  as  is  established  by  replacement 

of  I  by  OH,  and  comparison  of  the  tertiary  alcohol  thus  obtained 
with  that  of  the  same  formula  prepared  by  the  synthetic  method 
described  in  iii. 

The  constitution  of  another  pentyl  iodide,  (CH3)2CH  •CH2  'CHal, 
which  yields  C5H10  on  elimination  of  III,  may  be  similarly  astab- 
lished.  With  hydriodic  acid  this  amylene  yields  another  pentyl 
iodide,  (CH3)2CH-CHI-CH3:  the  constitution  of  this  compound  is 
proved  by  its  conversion  into  an  alcohol  which  yields  a  ketone,  on 
oxidation,  and  is  therefore  a  secondary  alcohol. 

BuTLEROw  has  proved  that  the  removal  of  hydrogen  halide  is 
impossible  when  the  halogen  atom  and  hydrogen  atom  are  not 
united  with  carbon  atoms  in  juxtaposition  to  one  another.     He 
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converted  iaobutylene,  (CH,)iC:CH„  by  addition  of  two  bromine 
j       atoms  into  (CH,)2CBr -CHaBr.    Elimination  of  HBr  from  this  di- 
bromide  produced  (CH,),C -CHBr,  the  constitution  of  which  is  in- 
ferred from  its  oxidation  to  acetone : 

(CH,),C|:CHBr  —  (CH,),(X). 

It  was  not  possible  again  to  eliminate  HBr  from  the  compound 
(CH,)3C:CHBr,  monobromobutylene,  there  being  no  hydrogen  at- 
tached to  the  carbon  atom  in  direct  union  with  the  CHBr-group. 

128.  From  the  foregoing  considerations  it  is  evident  that  only 
three  possible  constitutional  fonnuloe  remain  for  the  unsaturated 
hydrocarbons. 

1.  Two  free  bonds  on  two  carbon  atoms  directly  linked  to  one. 
another:  R.CH.CH.R'. 

I       I   . 

m      m 

2.  Tervalent  carbon  atoms  in  direct  union:  R«CH-CH-R'. 

3.  A  double  bond  between  two  carbon  atoms:  R»CH:CH»R'. 
For  several  reasons  the  preference  is  given  to  the  formula  with 

the  double  bond.  First,  it  would  be  remarkable  if  only  carbon 
atoms  in  juxtaposition  to  one  another  could  have  free  bonds,  or  be 
t-ervalent.  Second,  experience  has  shown  that  unsaturated  com- 
pounds containing  an  uneven  number  of  free  bonds  or  tervalent 
carbon  atoms  do  not  exist.  Next  to  the  saturated  hydrocarbons 
CnH2n+2>  comc  in  order  of  the  number  of  hydrogen  atoms,  CnH2n, 
CnH2n-2'  ^tc.  Hydrocarbons,  CnH2u+i,  CnH2n-i,  etc.,  with  one  or 
three  free  bonds,  or  tervalent  carbon  atoms,  are  unknown,  all 
attempts  to  isolate  methyl  CH3,  ethyl  C2H5,  etc.,  having  failed.  The 
facts  afford  no  support  for  the  assumption  of  either  free  bonds  or 
of  tervalent  carbon  atoms.  On  the  other  hand,  in  forming  a  double 
linking  hydrogen  halide  must  be  eliminated  from  adjoining  carbon 
atoms  in  direct  union,  thus. excluding  the  possibility  of  the  forma- 
tion of  such  compounds  as  C„H2n.ri-  f^^'y  ^^^  existence  of  the 
double  bond,  therefore,  explains  the  observed  facts. 

The  non-existence  of  free  bonds  in  the  unsaturated  hydro- 
carbons has  led  by  analogy  to  the  conclusion  that  they  are  also 
absent  from  other  compounds  containing  atoms  doubly  linked, 
trebly  linked,  etc.,  such  as  nitrogen  in  the  nitriles,  oxygen  in  the 
ketones,  and  so  on. 
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129.  The  assumption  of  the  existence  of  multiple  bonds  pre- 
sents at  first  sight,  however,  certain  difficulties  when  the  power 
of  forming  addition-products  f)Ossessed  by  all  such  compounds  is 
considered.  As  has  been  stated  several  times,  carbon  bonds  are 
only  severed  with  difficulty  (40),  but  the  double  carbon  bond  ia 
very  readily  converted  into  a  single  one  by  formation  of  an  addi- 
tion-product. It  is  still  more  remarkable  that  when  a  substance 
containing  a  double  carbon  bond  is  oxidized,  the  chain  is  always 
severed  at  the  double  bond.  A  satisfactory  explanation  is  afforded 
by  the  fact  that  when  sul^stances  containing  a  double  carbon  bond 
are  oxidized,  it  is  often  possible  to  prove  that  there  is  no  direct 
rupture  of  the  carbon  chain  at  the  double  Ixmd,  but  that  an  addi- 
tion-product is  first  formed  by  the  taking  up  of  two  OH-groups: 


"^CH  \:jhoh 

11       becomes         | 
>CH  yCHOH 


Such  derivatives  can  often  be  isolated.  Since  oxidation  always 
takesf  place  at  a  point  where  it  has  already  begun  (49),  it  follows 
that  further  oxidation  of  such  a  compound  must  result  in  a  sever- 
ance of  the  carbon  chain  at  the  position  previously  occupied  by  the 
double  bond.  The  breaking  of  the  unsaturated  chain  by  oxidation 
therefore  depends  on  the  formation  of  an  intermediate  addition- 
product,  and  it;  is  only  necessary  to  find  an  explanation  for  the 
ease  with  which  the  addition  is  effected,  an  object  best  attained  by 
a  consideration  of  the  nature  of  the  bonds  between  the  atoms.  An 
affinity  or  bond  may  be  looked  ujwn  as  an  attraction  exercised  by 
one  atom  upon  another.  Should  an  atom  possess  more  than  one 
affinity,  it  is  assumed  that  the  attraction  is  exercised  in  more  than 
one  direction,  and  is  concentrated  at  certain  points  of  its  surface, 
somewhat  after  the  manner  in  which  the  attraction  exercised  by  a 
magnet  is  concentrated  at  its  two  poles.  Any  other  assumption, 
such  as  that  the  attracting  force  is  equally  distributed  over  the 
whole  surface  of  an  atom,  would  make  it  difficult  to  understand 
how  each  element  could  have  a  determinate  valence.  If  the  carbon 
atom  is  quadrivalent,  there  must  be  on  its  surface  four  such  points 
or  ''poles,"  situated  at  the  angles  of  a  regular  tetrahedron  (53). 
When  there  is  a  single  bond  between  two  such  poles  on   different 
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carbon  atoms,  their  mutual  attraction  causes  the  atoms  to  approach 
one  another  as  closely  as  possible. 

Yon  Baeyer  has  suggested  that  these  poles  on  the  surface  of 
carbon  atoms  are  movable.  Such  a  movement  results,  however, 
in  a  certain  ''  tension/'  and  this  tends  to  make  the  poles  revert  to 
their  original  position.  Thus,  on  conversion  of  a  single  bond 
between  two  carbon  atoms  into  a  double  bond,  the  directions  of 
the  affinities  of  each  carbon  atom  must  undergo  an  appreciable 
alteration: 

becomes    — C ^C — . 


\-/ 


The  resulting  tension  is  therefore  a  cause  of  the  readiness  with 
which  double  bonds  can  be  severed.  Von  Baeyer's  tensUm- 
theory  affords  an  explanation  of  other  important  phenomena  also 
(262). 

Evidently  the  double  bond  must  not  be  regarded  as  a  mere 
duplication  of  the  single  bond,  as  the  expression  ''double  bond  " 
would  indicate. 

/L.  POLYMETHYLENE  COMPOUBBS,  CnHtn. 

130.  Isomeric  with  the  olefines  is  a  series  of  compounds,  CnHan, 
chiefly  distinguished  from  the  former  by  the  absence  of,  or  at 
least  a  diminution  in,  the  power  of  forming  addition-products. 
Most  of  thesd  compounds  are  very  stable:  thus  pentamethylene, 
CsHio,  closely  resembles  n-pentane,  CsHia..  The  methods  for  the 
formation  of  these  compounds  make  it  evident  that  there  is  a 
ring  or  closed  carbon  chain  in  the  molecule  (260-262). 

m.  HYDROCARBONS,  GnHta-i. 

131.  Two  structures  are  possible  for  these  compounds,  which 
contain  four  hydrogen  atoms  less  than  the  corresponding  paraffins. 
Hydrocarbons  with  two  double  bonds  have  the  general  formula 
CnH2n-2;  for  cxamplc, 

CH2 :  CH  -CH :  CH2. 

Vinylethylene 
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Further,  substances  with  a  triple  bond  have  the  same  general  for- 
mula; for  example, 

CHs-C^CH. 

AUylene 

The  triple  linking  here  is  assumed  for  reasons  similar  to  those 
applicable  to  the  double  bond  in  the  olefines  (128). 

A.   HYDROCARBONS  WITH  TRIPLE  BONDS. 

Nomenclature. 

132.  The  first  member,  C2H2,  is  called  acdylene:  the  second, 
C3H4,  aUylene:  the  higher  members  are  regarded  as  substituted 
acetylenes;  thus  C4H6  is  called  ethylacetylene;  CeHio,  hutylacetylene; 
and  so  on. 

Methods  of  Formation. 

1.  By  the  dry  distillation  of  complex  compoimds  such  as  coal; 
hence  the  occurrence  of  acetylene  in  coal-gas. 

2.  By  the  withdrawal  of  two  molecules  of  hydrogen  halide  from 
compoimds  of  the  formula  CnH2nX2,  where  X  represents  a  halogen 
atom,  these  compounds  having  been  previously  formed  by  the 
addition  of  halogen  to  alkylenes: 

CH2Br— CHgBr  -  2HBr = CH^CH. 

Ethylene  bromide  Acetylene 

The  elimination  of  hydrogen  halide  is  effected  by  heating  with 
alcoholic  potash. 

A  general  method  for  the  preparation  of  unsaturated  com- 
pounds is  furnished  by  this  method  of  adding  on  halogen,  followed 
by  the  removal  of  hydrogen  halide.  Thus  from  CnH2n  +2,  CnH2n+iX 
is  obtained  by  the  action  of  chlorine  or  bromine.  Heating  with 
alcoholic  potash  converts  this  into  CnH2n,  from  which  CnH2nBr2 
is  got  by  the  action  of  bromine,  and  is  converted  into  CnH2n-2  by 
abstraction  of  2HBr.  This  compound  can  again  form  an  addition- 
product  with  bromine,  and  so  on. 

3.  By  the  elimination  of  2HX  from  compounds  of  the  formula 
CnH2nX2,  prcviougly  formed  by  the  action  of  phosphorus  penta- 
halide  upon  aldeh3'^des  or  ketones: 
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CHa-CHClz  -  2HC1  =  CH=CH, 

Bth^dene  chloride  Aoetylana 

CHs-CCk-CHa  -  2HC1  =  CHa-CSCH. 

Chloroaoetone  Allylena 

It  might  be  anticipated  that  the  removal  of  hydrogen  halide 
would  take  place  as  indicated  in  the  second  method,  with  the  pro- 
duction of  two  double  bonds: 

CH,.CC1,.CH,  -  2HC1  -  CH;F=C=CH^ 
or 

CH.-CHBr-CHBr.CH,  -  2HBr  -  CH^CH -CH=CH,. 

This  is  not  found  to  be  the  case.  The  formula  of  the  resulting 
product  can  be  determined,  for  example,  by  a  study  of  its  bromine 
addition-products,  and  also  from  the  reactions  characteristic  of  com- 
pounds containing  the  group  =CH,  described  in  the  next  para- 
graph. 

Some  of  the  hydrocarbons  prepared  by  the  foregoing  methods 
exhibit  a  characteristic  behaviour  towards  an  ammoniacal  solution 
of  cuprous  chloride  or  of  a  silver  salt,  which  affords  a  ready  means 
of  recognizing  them.  By  replacement  of  hydrogen,  they  yield 
metallic  derivatives,  insoluble  in  the  ammoniacal  solution  or  in 
water,  which  separate  out  as  a  vgluminous  precipitate.  These 
compounds  are  explosive,  the  copper  yellow  or  red,  and  the  silver 
white.  Acetylene,  and  of  its  higher  homologues,  those  derived 
from  the  dihalogen  compounds  of  the  aldehydes,  yield  these  metallic 
compounds.  The  method  of  formation  of  these  homologues  shows 
that  they  contain  the  group  =CH: 

CnH2n+l  •CH2  'CHO  — >  CnH2n+l  •CH2  '011012  — *  0nH2n+l  'O^OH. 

From  this  it  may  be  concluded  that  the  presence  of  the  group  SDH 
18  essential  to  the  yielding  of  metallic  derivatives:  it  is  the  hydrogen 
of  this  group  which  is  replaced  by  metals.  In  support  of  this  view 
is  the  fact  that  only  the  dichloro-derivatives  of  the  methylketones 
(no)  can  be  transformed  into  hydrocarbons  yielding  metallic 
compounds: 

OnH2n+l  'OO'CHs  — >CnH2n+l  -OCU'CHs  — ►  0nH2n+l  •0=0H; 

Yields  metallic  derivatiw 

C2H6 .CO -CaHs  ->  C2H6 .CCI2 -CHa  .CH3  -»  C2H5 -0=0 .CH3. 

Does  oot  yield  metallio 
derivauves 
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The  isomeric  hydrocarbons  cont^ning  two  double  bonds  (134)  are 
also  incapable  of  forming  metallic  compounds. 

The  hydrocarbons  are  readily  liberated  from  their  metallic 
derivatives  by  the  action  of  dilute  hydrochloric  acid.  This  affords 
a  means  of  isolating  from  mixtures  the  members  of  the  series 
CQH2n-2  whiqh  yield  such  derivatives^  and  of  obtaining  them  in 
the  pure  state. 

The  hydrocarbons  of  this  series  can  add  on  four  halogen  atoms 
or  two  molecules  of  a  hydrogen  halide.  In  presence  of  mercury 
salts  they  can  take  up  water,  forming  aldehydes  or  ketones: 

CH^CH+HaO  =  CHa-CHO. 
CHs-C^CH+HaO  =  CHa-CO-CH,. 

Mercury  compounds  are  first  fornied  by  addition:  thus,  when 
allylene,  C3H4,  is  passed  into  a  solution  of  mercuric  chloride,  there 
is  first  formed  a  precipitate  of  the  composition  SHgCIa  •  3HgO  •  2C3H4, 
which  is  converted  into  acetone  by  the  action  of  hydrochloric  acid. 

The  hydrocarbons  of  the  acetylene  series  also  yield  condensa- 
tion-products. The  condensation  sometimes  takes  place  between 
three  molecules:  thus,  acetylene,  C2H2,  condenses  to  benzene, 
C«He;  dimethylacetylene,  C4He,  to  hexamethylbenzene,  C12H18; 
etc.  This  transformation  is  effected  by  the  action  of  heat  on  acety- 
lene, and  of  sulphuric  acid  on  its  homologues. 

A  remarkable  reaction,  resulting  in  a  change  in  the  position  of 
the  triple  bond,  takes  place  when  the  hydrocarbons  of  the  series 
CnH2n_2  Containing  the  group  =CH  are  heated  to  a  high  tempera- 
tare  in  a  sealed  tube  with  alcoholic  potash: 

C2H6.CH2-C=CH  is  converted  wto  C2H6-C=C.CH3. 

Propylaoetyiene  MetliyletMaoetylene 

It  is  probable  that  addition  at  one  part  of  the  molecule  is  followed 
by  the  elimination  of  atoms  from  another  part.  The  displacement 
of  the  triple  linking  in  the  instance  cited  is  proved  by  the  fact  that 
although  propylacetylene  yields  metallic  derivatives,  the  substance 
obtained  by  heating  it  with  alcoholic  potash  does  not,  but  is  con- 
verted by  oxidation  into  propionic  acid  and  acetic  acid.  This  deter- 
mines the  position  of  the  triple  bond,  since,  for  reasons  similar  to 
those  applicable  to  the  double  bond  (129),  the  carbon  chain  is 
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broken  by  oxidation  at  the  point  occupied  by  the  multtple  bond. 
The  substance  obtained  must  therefore  have  the  formula  given 
above,  and  be  methylethylacetylene. 

Acetylene,  C2H2. 

133.  Acetylene  is  a  colourless  gas  of  disagreeable  odour,  is 
somewhat  soluble  in  water,  and  condenses  at  18*^  and  83  atmos- 
pheres to  a  liquid  boiling  at  —82.4®.  It  can  be  synthesized  from 
its  elements  by  the  aid  of  an  electric-arc  discharge  between  carbon 
poles  in  an  atmosphere  of  hydrogen,  a  small  quantity  of  methane 
and  a  trace  of  ethane  being  simultaneously  formed.  Its  presence 
can  be  detected  by  means  of  an  ammoniacal  solution  of  cuprous 
chloride,  which  yields  a  red  precipitate  of  copper  acetylene  even 
from  traces  of  acetylene  mixed  with  other  gases.  Acetylene  is  also 
obtained  as  a  product  of  the  incomplete  combustion  of  many 
organic  substances.  It  is  prepared  on  the  large  scale  by  the  action 
of  water  on  calcium  carbide,  or  calcium  acetylene,  CaC2: 

CaC2  +  2H2O  =  Ca(0H)2 + C2H2. 

The  reaction  is  somewhat  violent,  and  is  attended  with  the  evolu- 
tion of  a  considerable  quantity  of  heat.  Calcium  carbide  is  pre-, 
pared  by  heating  carbon  with  quicklime,  CaO,  in  an  electric  furnace. 
Under  the  influence  of  the  high  temperature,  the  calcium  liberated 
by  the  action  of  the  carbon  on  the  quicklime  enters  into  combina- 
tion with  the  excess  of  carbon,  forming  calcium  carbide:  when 
pure,  it  is  white,  but  has  usually  a  dark  reddish-brown  colour,  due 
to  the  presence  of  small  quantities  of  iron. 

Acetylene  can  be  prepared  at  a  comparatively  moderate  cost  by 
this  method,  and  is  sometimes  employed  as  a  substitute  for  coal- 
gas,  since  a  stream  of  the  hydrocarbon  passed  through  a  i&ne  open- 
ing burns  with  an  intensely  luminous  flame.  Hitherto,  partly 
owing  to  the  cost  of  production  but  more  to  the  nature  of  acetylene 
itself,  its  use  has  been  attended  by  difficulties.  *  It  forms  explosive 
copper  acetylene  with  the  copper  of  the  gas-fittings:  a  mixture 
with  air  explodes  with  extreme  violence,  and  is  much  more 
dangerous  than  a  mixture  of  ordinary  coal-gas  and  air.  This  is  due 
to  the  fact  that  much  heat  is  taken  up  in  the  formation  of  acetylene: 
it  is  strongly  endothermic  (*'  Inorganic  Chemistry,"  97).  Moreover, 
the  limits  of  explosion  are  much  wider  than  for  any  other  gas,  an 
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explosive  mixture  being  formed  with  air  by  the  admixture  of 
3-82  per  cent,  of  acetylene,  while  for  coal-gas  the  limits  are  only 
5-28  per  cent.  The  velocity  of  propagation  of  combustion  is  also 
much  greater  for  acetylene,  and  this  augments  considerably  the 
-  force  of  the  explosion. 

Acetylene  prepared  from  calcium  carbide  sometimes  contains 
small  quantities  of  sulphuretted  hydrogen  and  phosphoretted  hydro- 
gen, to  which  it  owes  its  disagreeable  odour.  It  can  be  freed  from 
the  former  by  a  solution  of  caustic  alkali,  and  from  the  latter  by  a 
solution  of  mercuric  chloride  in  hydrochloric  acid.  The  removal  of 
phosphoretted  hydrogen  is  of  special  importance,  since  its  presence 
may  lead  to  the  spontaneous  ignition  of  the  gas. 

B.  HYDROCARBONS  WITH  TWO  DOUBLE  BONDS. 

134.  A  hydrocarbon  of  this  series  of  theoretical  importance  is  i«o- 

prene,  C^Hs.    It  is  obtained  by  the  dry  distillation  of  caoutchouc,  and 

is  a  liquid  boiling  at  37°.     By  the  union  of  two  or  more  molecules, 

it  passes  in  to.  ter  penes,  CyH  „  C.^H^^,  etc.    It  is  converted  by  con- 

tjentrated  hydrochloric  acid  into  a  substance  strongly  resembling 

caoutchouc,  perhaps  identical  with  it.     Isoprene  is  proved  to  have 

PH 
the  constitution  pu'^C-CH^CHj  by  the  addition  of  2HBr,  which 

PH 
yields  a  dibromide,  r;H*>CBr — CH^ — CHj^Br,  identical  with  that 

PH 
obtained  from  dimethylallene,  ptj'>C=C— CHg. 

DimethyldUene   is    thus    obtained.      Two    carbinol-derivatives, 

dimethylethylcarbinol,     ^^'>C(0H).CH2CH„    and   methylwopro- 

pylcarbinol,  ^J|»>CH-CHOH.CHs,  are  prepared   by  the  method 

described  in  iii,  and  converted  into  the  corresponding  iodides. 

^  On    elimination    of    HI,    each    iodide    yields    trimethylethylene, 

CH 

^xT*>C— CH-CHa,  its  formation  from  both  iodides  admitting  of  no 

other  position  for  the  double  bond.  Trimethylethylene  takes  up 
2Br,  forming  pjJ^>CBr.CHBr-CHa.  On  treatment  of  this  sub- 
stance with  alcoholic  potash,  two  molecules  of  hydrobromic  arid, 
2HBr,    are    eliminated,    with    the   formation    of    dimethylallene, 

This  mode  of  formation  does  not  wholly  preclude  another 
arrangement  of  the  double  bonds,  but  other  evidence  proves  that 
dimethylallene  has  the  structural  formula  indicated. 


^:^- 
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1.  On  oxidation  it  yields  acetone,  proving  the  presence  of  the 
group  (CH,),C^. 

2.  Treatment  with  sulphuric  acid  of  50  per  cent,  strength  con- 
verts  it  into  methylwopropyl ketone: 

gg«>C=C=CH,+2H,0  -  ^JJ|>CH.C(OH),.CH,-* 

Intermeduite  product 

Compounds  like  this  intermediate  product  are  referred  to  in  155. 

When  forming  an  addition-product  with  two  univalent  atoms, 
organic  compoujids  containing  the  group  C==C — C=:C,  called  by 
Thiele  a  **  Conjugated  system,"  often  behave  peculiarly,  the 
addition  taking  place  at  C-atoms  1  and  4,  with  formation  of  a 
double  bond  between  C-atoms  2  and  3: 

CH2=CH.CH=CH2+Br2  -  CH2Br.CH=CH.CHaBr. 


SUBSTITUTION-PRODUCTS  OF  THE  UNSATURATED 
HYDROCARBONS. 


4h 


I.  01ISATURATED  HAL06E1I  COMPOUNDS. 

135.  Since  the  saturated  hydrocarbons  do  not  themselves  poe- 
any  salient  characteristics,  the  properties  of  their  compounds 
depend  upon  the  nature  of  the  substituents.  Hitherto,  only  com- 
pounds with  properties  due  to  the  presence  in  the  molecule  of  a 
single  group,  such  as  hydroxyl,  carboxyl,  a  multiple  carbon  bond, 
etc.,  have  been  described.  Substances  containing  more  than  one 
characteristic  group  in  the  molecule  must  now  be  considered. 

When  these  groups  are  present  simultaneously  in  the  same 
molecule,  they  exercise,  a  modifying  influence  upon  one  another. 
The  extent  of  this  influence  varies  considerably,  as  is  evident  from 
a  consideration  of  the  different  classes  of  unsaturated  halogen 
compounds. 

Halogen  derivatives  of  the  type  CnH2n_iX  are  obtained  by  the 
addition  of  halogen  to  the  hydrocarbons  CnH2n,  and  subsequent 
elimination  of  one  molecule  of  hydrogen  halide: 

CH2=CH2  +  Br2  =  CH2Br— CH2Br. 
CHzBr-CHgBr-HBr  =  CH2=CHBr. 

Ethylene  bromide  Vinyl  bromide 

They  are  also  formed  by  removal  of  one  molecule  of  hydrogen 
halide  from  compounds  containing  two  halogen  atoms  in  union 
with  the  same  carbon  atom: 

CH3-CH2-CHC12-HC1  =  CHgCHnzCHCl. 

Propylidene  chloride  o-Cbloropropylene 


CHa-CCb-CHa-HCl  =  CHs-CClmCHz. 

Cbloroaoetone  d-Chloropropylene 
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The  methods  employed  id  the  preparation  of  these  compounds 
indicate  that  their  halogen  atom  is  in  union  with  a  carbon  atom 
having  a  double  bond.  Their  properties  differ  widely  from  those 
of  compounds  like  the  alkyl  halides,  with  the  halogen  atom  attached 
to  a  singly-linked  carbon  atom ;  and  this  rule  is  general  for  such 
compounds.  The  halogen  atom  of  the  alkyl  halides  is  especially- 
able  to  take  part  in  double  decompositions:  it  is  replaceable  by 
hydroxyl,  an  alkoxyl-group,  an  acid-residue,  the  amino-group,  and 
so  on. 

This  aptitude  for  double  decomposition  is  almost  lacking  in  com- 
pounds with  halogen  in  union  with  a  doubly-linked  carbon  atom. 
Alkalis  do  not  convert  them  into  alcohols,  nor  alkoxides  into  ethers: 
but  invariably,  when  they  do  react,  hydrogen  halide  is  eliminated, 
with  formation  of  hydrocarbons  of  the  series  CnH2n-2- 

An  isomeride  of  a-chloropropylene  and  ^-cMoropropylene,  which 
have  been  referred  to  above,  is  called  allyl  chloride.  Its  halogen 
atom  takes  part  in  double  decompositions  as  readily  as  the  halogen 
atom  of  an  alkyl  chloride.  Allyl  chloride  is  obtained  by  the  action 
of  phosphorus  pentachloride  upon  allyl  alcohol,  prepared  by  a 
method  described  in  158.  This  alcohol  yields  n-propyl  alcohol  by 
addition  of  hydrogen,  and  its  hydroxyl-group  must  therefore  be  at 
the  end  of  the  carbon  chain.  Hence,  the  halogen  atom  in  allyl 
chloride  must  also  be  at  the  end  of  the  chain,  since  tt  takes  the 
place  of  the  hydroxyl-group.  Given  the  constitutions  of  a-propy- 
lene  chloride  and  /^-propylene  chloride,  which  are  deduced  from 
those  of  propionaldehyde  and  acetone,  the  allyl  halides  can  only 
have  the  constitutional  formula 

CH2^^^H  •CH2X. 

The  halogen  atom  is  attached  to  a  singly-linked  carbon  atom,  and 
retains  its  normal  character  despite  the  presence  of  a  double  bond 
in  the  molecule. 

The  influence  exerted  upon  the  character  of  a  halogen  atom  by 
its  position  in  the  molecule  of  an  unsaturated  compound  affords  a 
means  of  determining  whether  it  is  attached  to  a  singly-liMiced  or 
doubly-linked  carbon  atom,  the  indication  being  its  possession  or 
lack  of  the  power  to  take  part  in  double  decompositions. 

The  following  are  examples  of  individual  members  of  the  series. 
Vinyl  chloride  CHgiCHCl  is  a  gas,  vinyl  bromide  CH2:C[IBr  a 
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liquid  of  ethereal  odour.  Both  these  compounds  polymerize 
readily. 

AUyl  chloride,  allyl  bromide,  and  allyl  iodide,  boil  respectively 
at  46®,  70®,  and  103®.  They  are  often  employed  in  syntheses  to 
introduce  an  unsaturated  group  into  a  compound.  They  have  a 
characteristic  odour  resembling  that  of  mustard. 

The  propargyl  compounds,  CH=C*CH2X,  are  a  type  of  the 
series  CnH2n-3X.  Their  constitution  is  inferred  from  the  facts 
that  they  yield  metallic  derivatives,  indicating  the  presence  of  the 
group  C=H,  and  that  their  halogen  atoms  are  capjtble  of  taking 
part  in  double  decompositions,  proving  their  union  with  a  singly- 
linked  carbon  atom.  They  are  obtained  from  propargyl  alcohol 
(138)  by  the  action  of  phosphorus  pentahalides,  and  are  liquids  of 
pungent  odour. 

Bromoacetylidene,  CHBrrC,  which  is  assumed  by  Nep  to  contain 
a  bivalent  carbon  atom,  can  be  obtained  from  acetylene  bromide, 
CHBr:CHBr,  by  treatment  with  alcoholic  potash.  It  is  a  gas, 
taking  fire  spontaneously  *  in  the  air.  Its  solution  in  alcohol  is 
phosphorescent,  owing  to  slow  oxidation,  and  the  gas  itself  has  an 
odour  very  similar  to  that  of  phosphorus. 

U.  UllSATURATED  ALCOHOLS. 

136.  The  hydroxyl-group  of  the  unsaturated  alcohols  may  be 
attached  to  a  singly-linked  or  to  a  doubly-linked  carbon  atom: 

CHjiCH.CHaOH,        CHgiCH-OH. 

Allyl  alcohol  Vinyl  alcohol 

Few  compounds  of  the  type  of  vinyl  alcohol  are  known.  It  is  found 
that  reactions  which  might  be  expected  to  yield  them  generally 
result  in  the  formation  of  their  isomerides.  Thus,  when  water  is 
abstracted  from  glycol,  CH20H«CH2(JH,  there  results,  not  vinyl 

XT 

alcohol,  CH2=CH0H,  but  an  isomeride,  acetaldehyde,  CH3 — C-^  q. 

When  /?-bromo propylene,  CH3«CBr:CH2,  is  heated  with  water, 
there  is  formed  not  /?-hydroxypropylene,  CH3«C(OH):CH2,  but 
the  isomeric  acetone,  CH3  •  CX)  •  CH3.  The  rule  is  that  when  a  group- 
ing of  .the  atoms  in  the  form  — CH  :C(OH) —  would  be  expected,  a 
transformation  into  — CH2«C0 —  usually  occurs.  Although  most 
substances  containing  hydroxyl  attached  to  a  doubly-linked  carbon 
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atom  are  unstable,  they  have  a  tendency  to  become  transformed 
into  isomerides.  Compounds  do  exist,  however,  in  which  the 
group  — CH:C(OH)—  is  stable  (240). 

The  followiog  compounds  either  contain  hydroxyl  in  union  with 
a  doubly-linked  carbon  atom,  or  are  related  to  substances  of  that 
type. 

Vinyl  alcohol,  CH,:CHOH,  so  called  because  it  contains  the 
wnt/Z-group,  CHarCH — ,  is  probably  present  in  ordinary  ethyl  ether 
owing  to  partial  oxidation.  When  such  ether  is  agitated  with  an 
alkaline  solution  of  a  mercury  salt,  a  precipitate  of  the  composition 
HggCliOsCsH,  is  formed,  and  on  treatment  with  hydrogen  halide 
yields  vinyl-compounds. 

A  vinyl-derivative  of  great  physiological  importance,  called  neu» 

Tine,  is  formed  in  the  putrefactive  decay  of  flesh,  and  in  other  fer- 

CH'CH 
mentation-processes.     Its  constitution  is  (CH,),N<q|t*      *,  as  is 

indicated  by  synthesis.  When  trimethylamine  reacts  with  ethy*^ 
lene  bromide,  a  substituted  ammonium   bromide  of  the  formula 

(CH,),N<3^^'^^'^''  is  obtained.     HBr  is  eliminated  from   the 

group  — CHg-CHaBr  by  the  action  of  moist  silver  oxide,  the  bromine 
atom  attached  to  nitrogen  being  simultaneously  replaced  by  hy- 
droxyl. A  substance  of  the  constitution  indicated  is  thus  obtained, 
and  is  in  all  respects  similar  to  neurine. 

AUyl  Alcohol,  CH2:CH-CHiOH. 

137.  Many  unsaturated  alcohols  containing  hydroxyl  attached 
to  a  singly-linked  carbon  atom  are  known.  The  most  important 
is  aUyl  alcohol,  the  preparation  of  which  is  described  in  158.  Its 
constitution  is  inferred  from  that  of  the  chlorine  derivative  formed 
by  the  action  of  phosphorus  pentachloride  (135);  as  well  as  from 
that  of  the  products  obtained  by  oxidation,  by  which  allyl  alcohol 
is  converted  first  into  an  aldehyde,  acrolein,  and  then  into  acrylic 
add: 

CH2:CH-CH20H-^CH2:CH.C<:5-^CH2:CH.OOOH. 

Allyl  aloohol  Acrolein         ^  Aorylio  add 

AUyl  alcohol  must  therefore  contain  the  group  — CH2OH,  charac- 
teristic of  primary  alcohols. 
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Ally  I  alcohol  is  a  liquid  of  irritating  odour,  solidifying  at  —50^, 
and  boiling  at  96-5^,  and  is  miscible  with  water  in  all  proportions. 
Its  specific  gravity  at  0°  is  0«872.  It  forms  addition-products  with 
the  halogens  and  with  hydrogen,  with  the  latter  yielding  n^propyl 
alcohol. 

Many  other  compounds  containing  the  allyl-group,  CH, :  CH  •CH,— , 
are  known,  among  them  allyl  sulphide  (CHiiCH'CH,)^,  the  prin- 
cipal constituent  of  oil  of  garlic.  It  is  synthetically  obtained  by 
the  action  of  potassium  sulphide,  K,S,  on  allyl  iodide. 

It  is  apparent  that  the  influence  of  the  double  bond  in  the 
unsaturated  halogen  compounds  and  alcohols  is  very  pronounced 
when  it  is  situated  in  the  immediate  neighbourhood  of  halogen  or 
hydroxyl,  but  that  otherwise  its  influence  is  much  less  marked. 
When  tvx)  groups  are  situated  in  immediate  proximity  to  one  another 
in  the  same  molecuUy  each  group  exercises  a  strong  influence  upon  the 
properties  of  the  other. 

Propargyl  Alcohol,  CH=C.CH20H.. 

138.  Propnrgyi  alcohol  contains  a  triple  bond,  and  is  prepared 
from  tribromhydrin,  CH,Br*CHBr*CH^r  (153).  Caustic  potash 
converts  this  substance  into  CH,:CBr*CH2Br,  which  on  treatment 
with  potassium  acetate  and  saponification  yields  CH,:CBr*CH20H, 
since  only  the  terminal  Br-atom  is  capable  of  taking  part  in  a  double 
decomposition  (135)*  When  this  alcohol  is  again  brought  into  con- 
tact with  caustic  potash,  HBr  is  eliminated,  with  formation  of  pro- 
paigyl  alcohol,  the  constitution  of  which  is  indicated  by  this  method 
of  formation  and  also  by  its  properties.  The  presence  of  the  group 
=CH  is  indicated  by  the  formation  of  metallic  derivatives:  on 
oxidation  it  yields  propiolic  acid,  CH^C-COOH,  with  the  same 
number  of  carbon  atoms,  proving  that  it  is  a  primary  alcohol. 

Propaigyl  alcohol  is  a  liquid  of  agreeable  odour,  soluble  in  water, 
and  boihng  at  114''-115'':  its  specific  gravity  at  2^  is  0-963.  Its 
metallic  derivatives  are  explosive. 


MONOBASIC  UNSATURATED  ACmS. 


I.  ACIDS  OP  THE  OLEIC  SERIES,  CnH2B.A. 

139.  The  acids  of  the  oleic  series  can  be  obtained  from  the 
Baturated  acids  CnH2n(72  by  the  methods  generally  applicable  to  the 
conversion  of  saturated  into  unsaturated  compounds. 

1.  Substitution  of  one  hydrogen  atom  in  the  alkyl-group  of  a 
saturated  acid  by  a  halogen  atom,  and  subsequent  elimination  of 
hydrogen  halide  by  heating  with  alcoholic  potash. 

2.  Removal  of  the  elements  of  water  from  the  monohydroxy- 
acids: 

CHa.CHOH-CHa-COOH-H^O^CHa-CHrCH.COOH. 

^•Hydroxy butyric  acid  Crotonic  aciU 

The  acids  of  this  series  can  also  be  prepared  from  unsaturated 
compounds  by 

3.  Oxidation  of  the  unsaturated  alcohols  and  aldehydes. 

4.  The  action  of  potassium  cyanide  on  unsaturated  halogen 
compounds,  such  as  allyl  iodide,  and  hydrolysis  of  the  resulting 
nitrile. 

Nomenclature. 

140.  Most  of  the  acids  of  the  oleic  series  are  named  after  the 
substances  from  which  they  were  first  obtained,  but  a  few  of  the 
middle  members  have  names  indicating  the  number  of  carbon 
aton:s  in  the  molecule.  The  first  member,  CH2:CH«CXX)H,  is 
called  acrylic  acid:  others  are  crotonic  acid,  C4He02;  angelic  acid 
and  tiglic  acidy  CsH^Oa;  undecylenic  acid,  C11H20O2;  oU^  cundf 
C18H34O2;  entcic  ortd,  C\oI'3wO_;  etc. 
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Properties. 

141.  In  common  with  all  compounds  containing  a  double  bond, 
the  acids  of  this  series  possess  the  power  of  forming  addition- 
products.  They  are  ^'stronger  "  acids  than  the  corresponding  fatty 
acids  containing  the  same  number  of  carbon  atoms  in  the  molecule: 
thus,  the  value  of  the  constant  10* /C  (93)  for  propionic  acid,  CaHeOa. 
is  0*134;  for  acrylic  acid,  C3H4O2,  0«56;  for  butyric  acid,  €411^02, 
0-149;  for  crotonic  acid,  C4Hfl02,  0*204;  etc.  The  double  bond 
renders  the  acids  of  the  oleic  series  much  more  susceptible  to  oxida- 
tion than  those  of  the  fatty  series  (129).  The  former  are  converted 
by  energetic  oxidizers  into  two  saturated  acids,  but  when  the  reac- 
tion is  made  less  energetic  by  using  a  dilute  solution  of  potas- 
sium permanganate,  a  dihydroxy-acid  containing  the  group 
— CHOH-CHOH —  is  formed  as  an  intermediate  product,  and  on 
further  oxidation  the  chain  is  severed  at  the  bond  between  these 
two  carbon  atoms  (129).  This  behaviour  afiFords  a  means  of  deter- 
mining the  position  of  the  double  bond  in  the  molecule.  A  breaking 
down  of  the  molecule  with  formation  of  saturated  fatty  acids  also 
results  on  fusion  of  an  unsaturated  acid  with  caustic  potash  in 
presence  of  air: 


CitH2n+i*CH: 

KO 

KO 

O 


CH-OOOH  o|H 

5  =CnH2n+i-C[OK-hCH3.COOH. 

OK 


Formerly  the  reaction  was  employed  to  determine  the  position  of 
the  double  bond,  on  the  assumption  that  the  division  of  the  mole- 
cule was  effected  at  the  point  where  this  bond  was  situated  in  the 
first  instance.  It  is  now  known  that  under  the  influence  of  fused 
caustic  potash,  or  even  by  boiling  with  a  solution  of  caustic  soda, 
the  position  of  the  double  bond  is  displaced  nearer  that  of  the 
carbox>'l-group.  Fusion  with  caustic  potash  cannot,  therefore, 
be  employed  as  a  means  of  determining  the  position  of  double 
bonds. 

AcryUc  Acid,  CH2:CH.C00H. 

142.  Acrylic  acid  is  obtained  by  the  elimination  of  HI  from 
^-iodopropionic  acid,  CH2l'CH2*COOH.     It  is  a  Hquid  of  pungent 
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odour,  boiling  at  140®,  and  is  reduced  by  nascent  hydrogen  to  pro- 
pionic acid. 

Acids  of  the  formula  C4H6O2. 
143.  The  theoretically  possible  acids  of  the  formula  C4H6O2  are 
1.  CHj-.CH.CHa-COOH;    2.  CH3-CH:CH.(X)0H; 

3.  CH2:C<(jQ^g. 

An  acid  of  the  constitution  indicated  in  formula  1,  vinylacetic 
acid,  can  be  obtained  by  the  action  of  carbon  dioxide  on  allyl  mag- 
nesium bromide,  and  decomposition  of  the  primary  product  by 
acidulated  water: 

CH2:CH.CH2MgBr+CO2-CH2:CH.CH2-0O2MgBr; 

CH2:CH.CH2-002MgBr-fH2O= 

=CHa:CH.CH2-C00H+MgBr.0H. 

Its  formation  by  the  action  of  potassium  cyanide  on  allyl  iodide, 
and  hydrolysis  of  the  nitrile  thus  formed,  might  be  expected; 

CH2:CH.CH2l  ->  CH2:CH.CH2CN  ->  CH2:CH.CH2-OOOH. 

AUyl  iodide 

Actually,  however,  an  acid  of  formula  2  is  obtained,  solid  croUmic 
acidy  which  melts  at  71°  and  boils  at  180°:  careful  oxidation  with 
permanganate  converts  it  into  oxalic  acid,  HOOC — COOH,  a  proof 
of  its  constitution.  It  follows  that  during  the  reaction  the  position 
of  the  double  bond  must  have  changed. 

Isocrotonic  add,  a  liquid  boiling  at  172°,  has  also  constitution  2, 
because,  on  the  one  hand,  like  solid  crotonic  acid  it  can  be  reduced 
to  n-butyric  acid,  proving  that  it  too  contains  a  normal  carbon 
chain;  on  the  other,  it  is  converted  by  careful  oxidation  into  oxalic 
acid.  Ordinary  constitutional  formute  are  incapable,  therefore,  of 
accounting  for  the  isomerism  of  these  acids,  which  is  explained  in 
170. 

An  acid  with  formula  3  is  obtained  by  the  elimination  of  HBr 
from  bromoisobutyric  acid ;  it  is  called  methacrylic  acid: 

^{J^  >gj3r.coOH ->  ^3^  >C-COOH. 


1144]  OLEIC  ACID,  169 


Oleic  Add,  C18H34O2. 

144.  Oleic  acid  is  obtained  by  the  saponification  of  oils  and 
soft  fats  (91).  To  separate  it  from  the  saturated  fatty  acids, 
stearic  and  palmitic ,  simultaneously  liberated,  the  lead  salt  is  pre- 
pared. Lead  oleate  is  soluble  in  ether,  while  lead  palmitate  and 
stearate  are  not.  The  oleic  acid  is  liberated  from  the  lead  oleate 
by  treatment  with  acids. 

At  ordinary  temperatures,  oleic  acid  is  a  liquid  melting  at  14^, 
without  odour  and  of  an  oily  nature.  It  oxidizes  readily  in  the 
air,  and  cannot  be  distilled  at  ordinary  pressures  without  decom- 
position. 

Oleic  acid  contains  a  normal  carbon  chain,  since  on  reduction 
it  yields  stearic  acid. 

Krafft  has  proved  the  normal  structure  of  stearic  acid  by  con- 
verting it  step  by  step  into  acids  with  a  smaller  number  of  carbon 
atoms.  When  submitted  to  dry  distillation  in  a  vacuum,  barium 
stearate  and  barium  acetate  form  a  ketone,  C],H3(-C0-CHs: 


C„H,, ■  [COOba*  +  baO .)0C >CH,  -^  C„H3,.C0.CH,. 

.Barium  stearate  Barium  aoetate       Margarylmethylketone 

On  oxidation,  this  ketone  yields  acetic  acid  and  an  acid  of  the  for- 
mula C17H84O2.  This  proves  that  the  ketone  contains  a  CHj-group 
next  to  the  carbonyl-group,  and  has  the  formula  CieHjj  .CHj  .(X)  -CHs, 
for  only  from  such  a  compound  could  oxidation  produce  an  acid 
with  seventeen  carbon  atoms.  This  acid,  Ci^Hj^Oj  {margaric  add), 
is  similarly  transformed  into  a  ketone,  CieHaj-CO-CHa,  which  on 
oxidation  yields  an  acid  OieHsO,.  The  formula  of  margaric  acid 
must  therefore  be  CisHji-CHj^COOH.  and  that  of  stearic  acid, 
CjjHs,  .CH,.CH,2.C00H.  The  acid  QeHajOj,  palmitic  acid,  is  in  its 
turn  converted  into  a  ketone,  and  the  process  continued  until  capric 
add,  C;oH2o02,  is  obtained.  This  acid  has  been  proved  by  synthesis 
(235,  1)  to  contain  a  normal  carbon  chain. 

The  presence  of  a  double  bond  in  oleic  acid  is  indicated  by  its 
forming  an  addition-product  with  bromine,  and  by  its  power  of 
reducing  an  alkaline  permanganate  solution  (123).    The  double 

-  ♦ba  =  lBa. 
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bond  is  situated  at  the  centre  of  the  chain,  the  constitution  of  oleic 
acid  being 

.  CH3-(CH2)7-CH:CH.(CH2)7-COOH. 

This  constitution  is  inferred  from  the  products  of  careful  oxida- 
tion, which  yields  pelargonic  addj  CsHjj-COOH,  and  azelalc  acid, 
HOOC-(CH2)7-COOH. 

Oleic  acid  reacts  in  a  remarkable  manner  with  nitrous  acid, 
even  when  brought  into  contact  with  a  mere  trace  of  this  substance. 
The  best  method  is  to  pass  the  red  gaseous  mixture  of  nitrogen 
peroxide  and  nitric  oxide^  obtained  by  heating  arsenic  trioxide  with 
nitric  acid,  into  oleic  acid,  or  to  add  nitric  acid  of  specific  gravity 
1-25.  The  oleic  acid  soon  solidifies,  having  been  converted  into  an 
isomeride,  elaidic  acid.  The  reaction  is  called  the  "elaidic  trans- 
formation." Other  acids  of  this  series  are  similarly  transformed: 
thus,  erucic  add,  C22H42O2,  is  converted  by  a  trace  of  nitrous  acid 
into  braasidic  acid. 

Elaidic  acid  has  the  same  structural  formula  as  oleic  acid,  the 
double  bond  occupying  a  similar  position  in  the  molecule  of  each, 
since  each  acid  readily  forms  a  bromine  addition-product  from 
which  elimination  of  2HBr  yields  stearolic  acid,  C18H82O2: 

C18H34O2  — >  Ci8H34Br202  — >  C18H32O2. 
Oleic  and  eUldio     Bromine  addition-       Stearolic  aoid 
adds  product 

Oleic  acid  and  elaidic  acid  yield  the  same  hydroxystearic  acid  by  the 
addition  of  one  molecule  of  water,  a  reaction  effected  by  the  action 
of  concentrated  sulphuric  acid.  Their  isomerism  is,  therefore,  like 
that  of  erucic  acid  and  brassidic  acid,  analogous  to  the  isomerism 
of  the  two  crotonic  acids  (143). 

n.  ACIDS  OF  THE  PROPIOLIC  SERIES,  CnH„-A. 

145.  The  acids  of  the  propiolic  series  have  one  triple  bond,  or 
two  double  bonds,  in  the  molecule.  The  first-named  are  formed 
by  the  action  of  carbon  dioxide  upon  the  sodium  compounds  of  the 
acetylene  hydrocarbons: 

CH^CNa +002= CH=C  •  COONa. 

Sociium  propiolate 
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The  a-carbon  atom  of  these  acids  has  a  triple  bond,  and  such  acids 
are  very  readily  decomposed  into  an  acetylene  hydrocarbon  and 
CO2;  for  example,  by  heating  their  silver  salts. 

A  general  method  for  the  preparation  of  acids  with  triple  bonds 
involves  the  addition  of  two  bromine  atoms  to  acids  containing  a 
double  bond,  and  subsequent  elimination  of  2HBr: 

CH3-CH:CH.C»0H->CH3.CHBr.CHBr.C00H-> 

Crotonio  aoid  Dibromobutyrio  acid 

-^CHs-C^C-COOH, 

Tetrolio  acid 

In  presence  of  concentrated  sulphuric  acid,  substances  with  a 
triple  bond  take  up  water  with  formation  of  ketones: 

—CSC >  — CHj-CO— . 

In  this  manner  stearolic  acid  is  converted  into  a  ketostearic  acid  of 
the  formula 

C8Hi7-CO-CH2.(CH2)7-COOH, 

and  treatnaent  with  bydroxylamine  transforms  this  into  the  corre- 
sponding oxime: 

C!8Hi7-C-CH2-(CH2)7-COOH. 

II 
NOH 

Under  the  influence  of  concentrated  sulphuric  acid,  this  oxime 
undergoes  the  BbckmanN  transformation  (112),  among  the  pro- 
ducts being  the  substituted  acid  amide 


CsHn-CO 

•(CH2)8-COOH, 


NH. 


which  is  proved  to  have  this  formula  by  its  decomposition  into 
pelargonic  acid,  C8Hi7»COOH,  and  the  9-aminononoic  *  acid, 
XH2*(CH2)8*COOH,  by  the  action  of  fuming  hydrochloric  acid. 
This  is  a  confirmation  of  the  constitution  above  indicated  for  oleic 
acid  and  elaidic  acid,  since  they  can  be  converted  into  stearolic 
acid  in  the  manner  already  described. 

*  If  the  carboxyl-carbon  atom  is  denoted  by  1,  the  amino-group  is  in 
union  with  the  ninth  carbon  atom  cf  the  chain. 
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^     Acids  with  Two  Double  Bonds,  CnH2D.402. 

146.  Very  few  of  these  acids  are  knovm.  Among  them  is  sorbic 
add,  CeHgOj,  a  crystalline  substance  melting  at  134 -5^.  It  is 
present  in  the  unripe  berries  of  the  mountain-ash,  and  its  con- 
stitution CHa.CH:CH-CH:CH.COOH  is  proved  by  its  synthesis, 
'which  is  effected  by  the  condensation  of  malonic  acid  with  cro- 
tonaldehyde  under  the  influepce  of  p3rridine  as  a  condensing  agent: 

^^.■^JIa^"a'^li±llC<|^m-CHs.CH:CH.CH:CH.C(50H  + 

Isomeric  with  stearolic  acid  is  linoleic  add,  CjsHsjOs,  obtained  by 
the  saponification  of  Unseed-oil.  When  carefully  oxidized  with 
potassium  permanganate  it  is  converted  into  a  tetrahydroxystearic 
acid,  Ci8Hs202(OH)4,  proving  the  presence  of  two  double  bonds  in 
the  molecule. 


UNSATURATED  ALDEHYDES  AND  KETONES. 


147.  The  lowest  unsaturated  aldehyde  is  acrolein,  CH2 :  CH  •  CHO. 
It  is  obtained  by  removal  of  water  from  glycerol,  which  is  best 
effected  by  heating  with  potassium  pyrosulphate,  K2S2O7.  It  is 
a  colourless  liquid,  boiling  at  52  •4®,  and  has  an  extremely  powerful, 
penetrating  odour,  to  which  it  owes  its  name  {acer,  sharp,  and 
oleum,  oil).  The  disagreeable,  pungent  smell  produced  when  a 
tallow  candle  or  an  oil-lamp  is  extinguished  is  due  to  the  formation 
of  acrolein.  On  reduction,  it  yields  allyl  alcohol,  from  which  it 
is  regenerated  by  careful  oxidation.  It  is  converted  into  acrylic 
acid  by  further  oxidation. 

It  has  the  properties  peculiar  to  aldehydes — the  susceptibility 
to  reduction  and  oxidation,  resinification  in  presence  of  alkalis, 
and  the  power  of  forming  polymerization-products.  It  possesses 
this  last  property  in  such  a  marked  degree  that  it  usually  becomes 
completely  converted  into  a  polymeride  in  the  course  of  a  few  days 
or  even  hours,  probably  under  the  catalytic  influence  of  traces  of 
impurities.  The  presence  of  the  double  bond  in  acrolein  modifies 
to  some  extent  the  aldehydic  character.  This  is  exhibited  in  its 
behaviour  towards  ammonia,  with  which  it  does  not  combine  like 
acetaldehyde  (113),  but  in  accordance  with  the  equation 

2C3H4O  +NH3=C6H9NO  +H2O. 

Acrolein-ammonia  is  an  amorphous,  basic  substance,  is  soluble  in 
water,  and  in  its  appearance  and  behaviour  towards  water  bears  a 
close  resemblance  to  glue. 

Acrolein  does  not  unite  with  one  molecule  of  an  acid  sulphite, 
but  with  two,  yielding  a  compound  from  which  the  aldehyde  cannot 
be  regenerated  by  the  action  of  acids,  which  eliminate  only  one 
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molecule  of  the  acid  sulphite.    This  indicates  that  the  other  mole- 
cule of  acid  sulphite  has  been  added  at  the  double  bond. 

148.  Crotonaldehyde,  CH,*CH:CH*CHO,  results  on  elunination 
of  water  from  aldol,  CH,-CH[0H|^CHJH|  .Cq,(ii5),  by  heating  to 

140°.  It  is  a  liquid  boiling  at  104°-105°,  and  is  converted  by  oxida- 
tion with  silver  oxide  into  solid  crotonic  acid  (143),  proving  that  it 
has  the  constitution  indicated. 

XT 

Propargylaldehydef  CH=C-C^q,  can  be  obtiuned  from  acrolein- 

acetal  by  the  addition  of  two  bromine  atoms,  and  subsequent 
removal  by  means  of  caustic  potash  of  2HBr  from  the  addition- 
product  thus  formed: 

CH, :  CH  •C^Qc.H.), ""  ^^'^^  *^^^^  '^(003.),  "* 

Aorolelnacetal  Dibromo-oompound 

PropAHgylaldehydeacetal 

Propargylaldehydeacetal  is  converted  by  warming  with  dilute  sul- 
phuric acid  into  the  corresponding  aldehyde,  which  has  the  same 
irritating  action  on  the  mucous  membrane  as  acrolein. 

The  behaviour  of  propargylaldehyde  towards  alkalis  is  remark- 
able.    It  decomposes  into  acetylene  and  formic  acid: 

CEEEC.CHO  +NaOH  -CH=CH  +C^Na. 


149.  An  important  unsaturated  aldehyde  is  geranidl  {cUral), 
CioHieO,  characterized  by  its  agreeable  odour.  .  It  is  a  constituent 
of  various  essential  oils;  among  them  oil  of  orange-rind,  the  cheap 
oil  of  lemon-grass,  and  oil  of  citron. ,  At  the  ordinary  temperature 
it  is  liquid,  and  boils  at  110^-112®  under  a  pressure  of  12  mm.  Its 
aldehydic  nature  is  shown  by  its  reduction  to  an  alcohol,  geraniol, 
and  its  oxidation  to  an  acid  with  the  same  number  of  carbon  atoms, 
geranic  add, 

Geranial  has  the  structural  formula 

g^3  >c=cH.CH2-CH!!JI^-c5, 
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since  on  oxidation  it  yields  acetone,  tevulic  acid  (236),  and  carbon 
dioxide,  the  molecule  breaking  down  at  the  double  bonds: 

^3>c^^CH.CT2-CH2-C(aa3)=CH.C^-> 

GeraniAl 

-» ^J  >C0 +HOOC.CH2-CH2-CO-Ca3 +CO2 +CO2. 

Aoetone  LbbvuIio  add  OarboD  diozida 

When  boiled  with  a  solution  of  potassium  carbonate,  geranial 
takes  up  one  molecule  of  water,  forming  methylheptenone  and  acetal- 
dehyde: 

^3  >C=CH.CH2-CH2-C(CH3)=CH.c5-^ 

Geranial 

—  ^J>O=€H.CH2-CH2-C0.CH3+Ce8-c5- 

MethylhepteDone  Aoetaldehyde 

On  oxidation,  methylheptenone  also  yields  acetone  and  tevulic 
acid.  This  reaction  indicates  its  constitution,  which  is  further 
proved  by  synthesis. 

Baryta-water  converts  a  mixture  of  geranial  and  acetone  into 
a  condensation-product,  pseudoionone; 

Geranial  Aoetone 

=  H2O+ (CH3)2C==*H .  CH2  •  CH2  •  C(CH8)=CH .  CH=CH .  CO  •  CH3. 

Paetufotonone 

When  boiled  with  dilute  sulphuric  acid,  psevdoionone  yields 
ianone: 

CH3  CH3  CH3  CH3 

\/  \/ 

c  c 

HC       CH-CHtCH-CO'CHa-^HaC       CH-CH-.CH.CO-CHs. 

I        II  II 

H2C       C-CHs  H2C       C-CH3 

\/  \/ 

CS2  CH 

pMeudmonooe  lonooe 


176  ORGANIC  CHEMISTRY.  [§149 

The  structure  of  ionone  is  proved  by  its  decomposition-products. 
It  is  manufactured  as  an  artificial  perfume,  as  it  has  a  powerful, 
violet-like  odour,  and  is  closely  related  to  irane,  the  active  principle 
of  violets.    The  formula  of  irone  is 

CH3     CH3 

c 

/\ 

HC      CH.CH:CH.C0-CH8, 

II       I 
HC      CH-CHs 

CHa 

which  differs  from  that  of  ionone  only  in  the  position  occupied  by 
the  double  bond  in  the  carbon  ring. 


COMPOUNDS  CORTAIRING  MORE  THAR  ONE 
SUBSTITUENT. 


I.  HALOGEN  DERIVATIVES  OF  KETHANE. 

150.  The  halogen  derivatives  of  the  saturated  hydrocarbons 
obtained  by  replacement  of  a  single  hydrogen  atom  by  halogen  are 
called  alkyl  halides,  and  are  described  in  58.  This  chapter  treats  of 
the  compounds  formed  by  exchange  of  more  than  one  hydrogen 
atom  for  halogen. 

It  is  possible  to  replace  all  four  hydrogen  atoms  in  methane,  in 
successive  stages,  by  the  direct  action  of  chlorine  or  bromine  in 
presence  of  sunlight.  Iodine  does  not  react  with  methane,  or  with 
its  homologues,  while  the  action  of  fluorine  is  very  energetic,  effect- 
ing complete  substitution. 

In  practice,  however,  this  is  not  the  method  adopted  for  the 
preparation  of  the  compounds  CH2X2,  CHX3,  or  CX4.  They  are 
obtained  from  the  trihalogen derivatives:  these  are  readily  prepared 
by  another  method,  and  on  chlorination  or  bromination  yield  tetra- 
chloromethane  or  tetrabromomethane;  on  reduction  they  are  con- 
verted into  dihalogen-substituted  methanes.  On  account  of  their 
important  therapeutic  properties,  the  compounds  CHX3  are  pre- 
pared on  the  large  scale. 

Chloroform,  CHCI3. 

151.  Chloroform  is  obtained  by  distilling  alcohol — or  on  the 
manufacturing  scale,  acetone — with  bleaching-powder.  This  reac- 
tion involves  simultaneous  oxidation  and  chlorination,  and  it  is 
assumed  that  aldehyde  is  first  produced  by  oxidation  of  the  alcohol, 
and  is  then  transformed  into  trichloroaldehyde,  or  chloral,  CCla-CHO. 

177 
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This  substance  is  converted  by  bases,  in  this  instance  by  the  slaked 
lime  present  in  the  bleaching-powder,  into  chloroform  and  formic 
acid  (204). 

Chloroform  is  a  liquid  boiling  at  61*^,  and  solidifying  at  —70°. 
Its  specific  gravity  at  15°  is  1-498:  it  is  verjr  slightly  soluble  in 
water,  and  possesses  a  characteristic  ethereal  odour  and  sweet  taste. 
Its  prolonged  inhalation  produces  unconsciousness,  whence  it 
derives  its  value  as  an  anaesthetic  in  surgical  operations. 

Its  use  for  this  purpose  is  not  wholly  unattended  with  danger. 
Notwithstanding  the  fund  of  experience  resulting  from  the  fre- 
quency of  Its  application,  it  occasionally  happens  that  the  inhala- 
tion of  chloroform  is  attended  by  fatal  results.  Ordinary  ether  and 
ethyl  chloride  are  less  dangerous,  do  not  produce  such  disagreeable 
after-effects,  and  hence  have  latterly  been  preferred  as  ansesthetica 
(63). 

Chloroform  is  a  somewhat  unstable  substance,  decomposing 
under  the  influence  of  light  and  air,  and  yielding  chlorine,  hydro- 
chloric acid^^and  carbon  oxychloride,  COCI2.  This  decomposition 
can  be  almost  prevented  by  adding  one  per  cent,  of  alcohol,  and 
keeping  the  chloroform  in  bottles  of  non-actinic  glass.  The  preserva- 
tive action  of  alcohol  probably  depends  upon  its  combination  with 
the  decomposition-products  of  the  chloroform,  thus  preventing 
their  exercising  a  catalytic,  accelerating  influence  on  the  decom- 
position. The  halogen  atoms  of  chloroform  take  part  in  double 
decompositions:  thus,  sodium  ethoxide  yields  the  ethyl  ester  of 
orthoformic  acid: 


CH|Cl3-i-3Nal  .OCgHft^  CH(OC2H6)3  +3NaCl. 


Formic  acid  can  be  obtained  by  warming  chloroform  with  dilute 
alkalis,  orthoformic  acid  being  probably  formed  first,  although  it 
has  not  been  isolated.  When  chloroform  is  treated  with  a  40  per 
cent,  aqueous  solution  of  caustic  potash,  carbon  monoxide  is  evolved: 
it  IS  assumed  that  chloromethylene,  CCI2,  is  formed  as  an  inter- 
mediate product. 

When  chloroform  is  warmed  with  alcoholic  ammonia  and 
caustic  potash,  its  three  chlorine  atoms  are  replaced  by  nitrogen, 
with  production  of  potassium  cyanide.     The  formation  of  isoni- 
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triles  from  chloroform,  alcoholic  potash,  and  primary  amines,  has 
been  already  mentioned  (84). 

Methylene  chloride,  CH,C1„  is  obtained  from  chloroform  by  reduc- 
tion with  zinc  and  hydrochloric  acid  in  alcoholic  solution.  It  is  a 
liquid,  boils  at  40°,  and  has  a  specific  gravity  of  1  -dB?. 

Tetrachlaramethane,  or  carbon  tetrachloride,  CC1„  produced  by 
the  action  of  chlorine  on  chloroform  or  carbon  disulphide,  is  also  a 
liquid,  and  boils  at  76°.  When  heated  with  excess  of  water  at  250** 
it  yields  HQ  and  CO,.  Its  specific  gravity  is  1.593  at  20°:  the 
high  specific  gravities  of  these  polychloro-compounds  is  noteworthy. 
The  bromine  and  iodine  compounds  are  specifically  much  heavier 
than  the  corresponding  chlorine  compounds. 

Bromoform,  CHBr,,  is  obtained  by  methods  analogous  to  the 
preparation  of  chloroform.  It  melts  at  7*8°,  boils  at  151°,  and  has 
a  specific  gravity  of  2-904  at  15°.    It  is  used  for  therapeutic  pur- 


lodoform,  CHI3. 

152.  Iodoform  is  a  substance  of  great  importance,  and  is  ob- 
tained from  alcohol  by  the  action  of  potassium  carbonate  and 
iodine.  The  intermediate  product  iodal,  Cla-CHO,  analogous  to 
chloral,  has  not  been  isolated.  On  the  manufacturing  scale  acetone, 
being  less  expensive  than  alcohol,  is  often  employed. 

Iodoform  can  also  be  prepared  by  the  electroljrsis  of  a  solution 
containing  60  g.  of  potassium  iodide,  20  g.  of  sodium  carbonate,  and 
80  c.c.  of  alcohol  per  400  c.c,  the  temperature  being  kept  between 
60°  and  65°.  Iodine  is  liberated  at  the  anode,  so  that  the  alcohol, 
potassium  carbonate,  and  iodine  necessary  to  the  formation  of 
iodoform  are  all  present  in  the  mixture.  By  this  method  about  80 
per  cent,  of  the  potassium  iodide  is  converted  into  iodoform,  the 
remainder  of  the  iodine  being  obtained  as  potassium  iodate.  The 
formation  of  iodate  can  be  avoided  to  a  great  extent  by  surrounding 
with  parchment  the  cathode,  at  which  caustic  potash  is  formed: 
this  prevents  contact  of  the  potassium  carbonate  with  the  iodine  se- 
free  at  the  anode. 

Iodoform  is  a  solid,  and  crystallizes  in  yellow  hexagonal  plates, 
well-developed  crystals  about  a  centimetre  in  length  being  obtained 
by  the  slow  evaporation  of  a  solution  in  anhydrous  acetone.    It 
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has  a  peculiar,  saffron-like  odour,  sublimes  very  readily,  and  melts 
at  119^ 

These  characteristic  properties  of  iodoform  make  its  formation  an 
important  test  for  alcohol,  although  aldehyde,  acetone,  and  several 
other  substances  similarly  yield  iodoform.  Substances  containing 
the  group  CHa-C  in  union  with  oxygen  answer  to  the  iodoform- 
test.  It  is  carried  out  by  adding  iodine  to  the  liquid  under  examina- 
tion, and  then  caustic  potash  drop  by  drop  until  the  colour  of  the 
iodine  vanishes.  If  a  considerable  quantity  of  alcohol  is  present, 
a  yellow  precipitate  forms  at  once:  if  only  traces,  the  precipitate 
forms  after  a  time.  The  reaction  is  suflSciently  delicate  to  show 
traces  of  alcohol  in  a  sample  of  well-water  or  rain-water,  after  con- 
centration by  repeated  distillation,  the  first  fraction  in  each  case 
being  collected. 

Iodoform  is  employed  in  surgery  as  an  antiseptic.  It  is  note- 
worthy that  it  does  not  kill  the  bacteria  directly,  its  action  on  the 
micro-organisms  being  subsequent  to  a  decomposition  resulting, 
under  the  influence  of  the  heat  of  the  body,  from  fermentation 
induced  by  the  matter  exuded  from  the  wound. 

Methylene  iodide,  CH2l2y  is  a  liquid,  and  is  obtained  by  the 
reduction  of  iodoform  with  hydriodic  acid;  phosphorus  is  added  to 
regenerate  the  hydriodic  acid.  Its  specific  gravity,  3*292  at  18^ 
is  remarkably  high. 


IL  HALOGEN  DERIVATIVES  OF   THE   HOMOLOOUES   OF  METHAKE. 

153.  It  is  evident  that  among  these  derivatives  numerous  cases 
of  isomerism  are  possible.  For  example,  replacement  by  chlorine 
of  three  hydrogen  atoms  in  normal  pentane  may  yield  several  dif- 
ferent compounds:  thus,  a  methyl-group  may  be  converted  into 
CCI3;  two  chlorine  atoms  may  replace  the  hydrogen  of  one  methyl- 
ene-group,  while  the  third  replaces  another  hydrogen  atom  in  the 
molecule;  or  the  three  chlorine  atoms  may  unite  with  different 
carbon  atoms;  and  so  on. 

The  preparation  of  many  of  the  halogen  compounds  included 
under  this  heading  has  already  been  described,  the  compounds 
CnH2n+rCHX2  and  CpH2p^.l•CX2•CqH2q^.l  being  obtained  by  the 
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action  of  phosphorus  pentahalide  on  aldehydes  and  ketones  respect- 
ively (io6).  Compounds  with  two  halogen  atoms  attached  to  two 
adjoining  carbon  atoms  are  obtained  by  addition  of  halogen  to  the 
hydrocarbon  CnH2n;  those  having  four  halogen  atoms,  two  being 
directly  united  to  each  of  two  adjoining  carbon  atoms,  are  produced 
by  addition  of  halogen  to  hydrocarbons  with  a  triple  bond;  while 
compounds  of  the  type 

CpH2p+i  •  CHX  •  CHX  •  CrHgr  •  CHX  •  CHX  •  Cq|H2m+i 

result  on  addition  of  halogen  to  the  hydrocarbons  CnH2n-4i  con- 
taining two  double  bonds;  etc. 

A  method  for  the  preparation  of  compounds  rich  in  halogen 
from  the  saturated  hydrocarbons  is  the  exchange  of  one  hydrogen 
atom  for  halogen,  elimination  of  hydrogen  by  means  of  alcoholic 
potash,  halogenation  of  the  hydrocarbon  CnH2n  thus  obtained, 
removal  of  HX,  renewed  halogenation  of  the  product,  and  so  on. 

CHs-CHs -J^CHa-CHgCl-HCl ->CH2:CH2  4-2a -► 

£thaDe  Ethyl  chloride  Ethyteoe 

->CH2C1-CH2C1-2HC1->CH3:H44C1 -> 

Ethylene  chloride  Aoetylene 

-^iiCl2 .  CHCI2-  HCI  -♦  CHCl :  CCI2  +2C1  -* 

Tetraohloroethaoe  TriohloroethyleDe 

^  CHCI2  •  CCI3  -  HCl -►  CCI2 :  CCI2 +2C1 -►  CCI3 -CCIs. 

Pentechloroethane  TetrachloroethyleDe  HexachloroethjEme 

A  method  for  the  preparation  of  polybromo-compounds  was 
discovered  by  Victor  Meyer,  and  involves  the  direct  action  of 
bromine  on  the  hydrocarbons  of  the  series  CnH2n+2  in  presence  of  a 
small  quantity  of  anhydrous  iron  bromide,  or  iron-wire.  These 
conditions  greatly  facilitate  substitution,  each  carbon  atom  of  a 
normal  chain  taking  up  only  one  bromine  atom.  Thus,  propane 
yields  fn&ra??iAt/dnn,  CH2Br»CHBr-CH2Br,  since  the  product  is 
identical  with  the  addition-product  obtained  by  the  action  of  bro- 
mine on  allyl  bromide,  CHgiCH-CHgBr  (13S). 

When  many  of  the  hydrogen  atoms  of  a  hydrocarbon  CnH2n+2 
have  already  been  replaced  by  chlorine  or  bromine,  it  is  no  longer 
possible  to  substitute  hydrogen  by  the  direct  action  of  a  halogen: 
thus,  chlorine  has  no  action  on  pentachloroethane.    Mouneyrat 
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ha?,  however,  found  that  substitution  readily  takes  place  in  presence 
of  a  small  quantity  of  aluminium  chloride,  which  first  splits  off 
hydrogen  halides.  With  aluminium  chloride  pentachloroethane 
yields  tetrachloroethylene,  and  the  addition  of  halogen  takes  place 
at  the  double  bond  thus  formed,  the  product  being  hexachloroethane. 

Nomenclature  and  Individual  Members. 

154,  The  notation  adopted  by  the  Chemical  Society  of  London 
is  that  "  In  open-chain  compounds  Greek  letters  must  be  used  to 
indicate  the  position  of  a  substituent,  the  letter  a  being  assigned 
to  the  first  carbon  atom  in  the  formula,  except  in  the  case  of  CN, 
CHO,  and  CO2H."  Thus,  CHs-CHa-CHa-CHgl  is  a-iodobutane; 
CHa-CHa-CHz-CN  a-cyanopropane;  CH2Br.CH2-CH2Br  aa'- 
dibromopropane ;  CH2Br  •  CHBr  •  CH3  a^-dibromo propane. 

Only  a  few  of  the  numerous  compounds  of  this  group  will  be 
described. 

Ethylene  bromide  is  employed  for  syntheses  and  as  a  solvent. 
It  is  prepared  by  parsing  ethylene  into  bromine  covered  with  a 
layer  of  water  to  prevent  evaporation,  the  addition  taking  place 
very  readily.  Ethylene  bromide  is  a  colourless  liquid  of  agreeable 
odour,  solidifies  at  8^,  boils  at  131^,  and  has  a  specific  gravity  of 
2-189  at  15^ 

Ethylene  chloride,  CH,CI.CH,a,  is  called  "Dutch  Liquid,"  or  the 
"Oil  of  the  Dutch  Chemists,"  it  having  been  first  prepared  at  the 
end  of  the  eighteenth  century  by  four  Dutch  chemists,  Deiman, 
BoNDT,  Paets  van  Troostwyk,  and  Lauwerenburgh,  by  the 
action  of  chlorine  upon  ethylene.  It  is  a  liquid  boiling  at  84  ^O^ 
and  has  a  specific  gravity  of  1  -28  at  0°. 

Hexachloroethane  (perchloroethane),  CjCl©,  is  formed  by  the  direct 
union  of  carbon  and  chlorine  under  the  influence  of  a  powerful  arc- 
discharge  between  carbon  poles  in  an  atmosphere  of  chlorine.  . 

Trimethylene  bromide,  CHjBr-CHj-CHjBr,  aa'-dibromopropane, 
also  plays  an  important  part  in  syntheses,  and  is  obtained  by  addi- 
tion of  HBr  to  allyl  bromide,  CHaiCH-CH^Br,  produced  frOm  allyl 
alcohol.  This  method  of  formation  suggests  the  constitution 
CHj-CHBr-CHaBr,  that  of  the  addition-product  obtained  by  the 
action  of  bromine  upon  propylene,  CH,-CH:CH,.  Since  the  two 
compounds  are  not  identical,  trimethylene  bromide  must  have  the 
aa'-formula.  It  is  a  liquid,  boiling  at  1C5°,  and  has  a  specific  gravity 
of  1.074  at  17°. 
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Ul.  POLYHYDRIC  ALCOHOLS. 

155-  When  more  than  one  hydrogen  atom  of  a  saturated  hydro- 
carbon is  replaced  by  hydroxyl,  it  is  theoretically  possible  to  have 
more  than  one  hydroxy l-group  in  union  with  a  single  carbon  atom, 
or  to  have  each  attached  to  a  different  one.  It  should  be  possible 
to  obtain  compounds  of  the  first  class  by  replacement  of  halogen 
by  hydroxyl  in  the  halogen  derivatives  R-CHX2,  R-CXa,  and 
R-CX2'R'.    Silver  acetate  converts  halogen  compounds  of  this 

OP.  HoO 
type  into  stable  acetates,  such  as  ^^2<qq^Q'  On  saponifica- 
tion, however,  dihydric  alcohols  like  CH2(OH)2  are  not  obtained, 
but  aldehydes  result  by  elimination  of  one  molecule  of  water.  When 
compounds  of  the  type  RCCI3  are  treated  with  sodium  ethoxide, 
substances  with  the  general  formula  R-C(OC2H5)8,  called_ar//ia- 
esters,  are  obtained.  On  saponification  R-C(0H)3  does  not  result, 
tEeleorresponding  acid  being  formed  instead,  through  loss  of  water. 

OP  H 
Ethers  of  dihydric  alcohob,  such  as  CH3-CH<Qp^TT*,  are  known, 

and  are  called  aceiah  (113,  2).  The  saponification  of  these  sub- 
stances does  not  yield  R-CH(0H)2,  but  an  aldehyde.  It  follows 
from  these  facts  that  compounds  with  more  than  one  hydroxyl-group 
aUached  to  the  sam£  carbon  atom  are  unstable,  although  it  is  sometimes 
possible  to  obtain  such  compounds  (204,  233,  237,  and  266). 

Many  compounds  are  known  containing  several  hydroxyl- 
groups,  of  which  not  more  than  one  is  in  union  with  each  carbon 
atom. 

I.  Glycols  or  Dihydric  Alcohols. 

156.  The  glycols  are  obtained  from  the  corresponding  halogen 
compounds  analogously  to  the  monohydric  alcohols  (43) : 


(Ms' 

Br+Ag 

•O-OC-CHg    CHr 

-^CHz 

1 

O-OC-CHa+H 

•OH    CH2.OH 

1 

1 
CH2 

^CHj 

1 
CHg. 

Br+Ag 

•O'OC'CHa    CH2- 

O-OC-CHs+H 

•OH    CHz^OH 

TrimetJ 


Trimeihyleneglycol 
diaoetat« 


Trimethyleoe- 
glycol 
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The  exchange  of  halogen  for  hydroxy!  can  be  brought  about  by 
treatment  with  acetate  of  silver  or  the  acetate  of  an  alkali-metal, 
and  saponification  of  the  diacetate  thus  obtained.  It  can  also  be 
effected  directly  by  boiling  with  sodium-carbonate  solution;  or  water 
and  lead  oxide. 

Glycols  of  the  type  R-CHOH-CHOH-R,  with  the  CHOH- 
groups  in  direct  union,  are  formed  from  ole&nes  either  through  the 
medium  of  their  bromine  addition-products,  or  by  the  direct  addi- 
tion of  two  OH-groups  by  means  of  careful  oxidation  with  potassium 
permanganate.  Thus,  ethylene  yields  the  simplest  dihydric  alcohol, 
called  glycol: 

CHarCHg+H^O+O-CHzOH.CHaOH. 

Another  method  for  the  formation  of  glycols  of  this  type  consists 
in  the  reduction  of  ketones.  This  may  be  either  carried  out  with 
sodium  in  aqueous  solution,  or  by  electrolysis.  Acetone  yields  ptna- 
cone  and  isopropyl  alcohol.  Glycols  of  the  type  of  pinacone — called 
pinacones — can  be  obtained  without  admixture  of  a  secondary  alco- 
hol by  reduction  of  aldehydes  or  ketones  with  magnesium-amalgam, 
addition-products  being  first  formed  with  evolution  of  heat; 

2CH,.cJJ+Mg-CH,.CH — CH-CH, 

O.Mg.Q 

or      2CH,.CO.CH,+Mg-^2>>C C<^5"- 

un,     I  I     LUa 

O.Mg.Q 

Water  decomposes  the  addition-product,  with  formation  ot   the 
pinacone: 

Awn  •  ^CH. 

O.Mg.Q 

Hie  constitution  of  pinacone  is  indicated  by  its  synthesis: 

CH,.CQ.CH,    H       CH,.C(OH).CH, 

+     -  I  -r- 

CH,.CQ.CH,    H       CH,.C(QH).CH, 

AoetoDo  Pinaoone 
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When  distilled  with  dilute  sulphuric  acid,  pinacone  undeiigoes  a 
remarkable  intramolecular  transformation,  explicable  on  the  assump- 
tion that  a  hydroxyl-group  changes  place  with  a  methyl-group: 

yOH  ^0|H 

(CHaC(OH).C^CH,-->  (CH,),C.C^|OH  -H,0-(CH,),CV.CO.C^^^ 

Pinaoone  ^CH,  ^  CTT  Pinacolin 

The  constitution  of  pinacolin  may  be  deduced  from  its  synthesis  by 
the  action  of  zinc  methide  on  trimethylacetyl  chloride,  (CH,),C-C0C1, 
and  in  other  ways. 

Most  of  the  glycols  are  colourless,  viscous  liquids  of  sweet  taste, 
whence  the  series  derives  its  name.  Their  boiling-points  and  speci- 
fic gravities  are  considerably  higher  than  those  of  the  monohydric 
alcohols  with  the  same  number  of  carbon  atoms.  Thus,  glycol  boils 
at  197-5°,  and  ethyl  alcohol  at  78°:  at  0°  the  specific  gravity  of 
glycol  is  1-128,  and  of  ethyl  alcohol  0-806.  The  natiire  of  the 
hydroxyl-groups  in  glycol  and  that  in  the  monohydric  alcohols  is 
perfectly  analogous:  exchange  of  OH  for  halogen,  the  formation  of 
ethers,  esters,  and  alkoxides,  and  the  oxidation  of  primary  glycols 
to  aldehydes  and  acids,  may  take  place  in  connection  with  one  or 
both  of  the  hydroxyl-groups.  For  instance,  the  compounds 
CH2OH -CHzCl,  glycolchlarhydnn;  CH2OC2H5.CH2OH,  glycol  r.wno- 
ethyl  ether;  CH20C2H5-CH20C2H5,  glycol  diethyl  ether;  etc.;  are 
known.  The  glycols  possess,  however,  one  property  due  to  the 
presence  of  two  hydroxyl-groups,  the  power  of  forming  anhydrides. 
The  first  member  of  the  series,  glycol,  CH20H«CH20H,  does  not 
yield  an  anhydride  by  the  direct  elimination  of  water,  but  a  com- 
pound of  the  formula  C2H4O  is  obtained  by  first  replacing  one 
hydroxyl-group  by  CI  and  then  eliminating  HCl: 

CH2CI  CH2\. 

I       -Ha-  I    yo. 

CHjOH  CH2/ 

Glyookblorbydrin  Ethylene  oxide 

This  compound,  ethylene  oxide,  boils  at  14°,  and  is  therefore  gas- 
eous at  ordinary  temperatures:  it  readily  takes  up  water,  forming 
glycol;  or  hydrochloric  acid,  forming  glycolchlorhydrin.  To 
ethylene  oxide  is  assigned  the  constitutional  formula  indicated, 
because  it  yields  ethylene  chloride  when  treated  with  phosphoiiis 
pentachloride,  the  oxygen  atom  being  replaced  by  two  chlorine 
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CH2 

atoms.    If  the  compound  had  the  constitution   ||  ,  which  is 

CHOH 
also  possible  but  less  probable  (136),  it  would  not  yield  ethylene 
chloride  when  thus  treated. 

Some  of  the  higher  homologues  of  glycol  with  a  chain  of  four 
or  five  carbon  atoms  between  the  hydroxy l-groups  yield  anhydrides 
with  a  constitution  analogous  to  that  of  ethylene  oxide.  They 
show  a  marked  diminution  in  the  power  of  forming  addition- 
products  with  water;  or,  in  other  words,  the  closed  chain  of  carbon 
atoms  and  one  oxygen  atom  is  more  stable  than  in  ethylene  oxide 
itself. 


2.  Trihydric  Alcohols. 

157.  The  principal  representative  of  the  group  of  trihydric 
alcohols  is  glycerol,  or  "glycerine,"  C3H6(OH)3.  In  accordance 
with  the  rule  that  two  hydroxyl-groups  cannot  attach  themselves 
to  the  same  carbon  atom,  glycerol  can  only  have  the  structure 

CH2OH.CHOH.CH2OH. 

This  structure  finds  support  in  other  proofs. 

1.  On  careful  oxidation  of  allyl  alcohol  by  means  of  potassium 
permanganate,  two  OH-groups  are  added  at  the  position  of  the 
double  bond : 

CHjtCH.CXgOH  ->CH20H.CHOH.CH20H. 

2.  When  glycerol,  CaHgOg,  is  carefully  oxidized,  glyceric  acid, 
C3H6O4,  is  first  formed,  corresponding  to  the  formation  of  acetic 
acid,  C2H4O2,  from  ethyl  alcohol,  C2H€0,  by  exchange  of  two 
hydrogen  atoms  for  one  oxygen  atom :  this  indicates  that  glycerol 
contains  one  — CH20H-group.  Further  oxidation  converts  gly- 
ceric acid  into  tarironic  acid,  C3H4O5,  two  hydrogen  atoms  being 
replaced  by  one  oxygen  atom,  with  formation  of  ^  new  carboxyl- 
group.  Hence,  glycerol  contains  two  — CH20H-groups  in  the 
molecule,  so  that  its  constitution  is  CH20H-CH;^-CH20H. 
Since  tartronic  acid,  C00H«CH20'C00H,  still  possesses  alcoholic 
properties,  the  group  CH2O  must  have  the  constitution  >CHOH, 
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and  since  it  must  have  the  same  constitution  in  the  molecule 
of  glycerol,  the  structure  of  the  latter  is  proved  to  be 
CH2OH.CHOH.CH2OH. 

3.  A  further  proof  of  the  constitution  given  above  is  the  fonna- 
tion  of  glycerol  from  tribromhydrin  (153). 

Glycerol  is  a  colourless,  oily  liquid  of  sweet  taste,  is  very 
hygroscopic,  and  miscible  in  all  proportions  with  water  and 
alcohol,  but  insoluble  in  ether.  When  cooled  to  a  low  tempera- 
ture for  some  time,  it  solidifies,  but  the  crystals  thus  formed  do 
not  melt  below  17°.  It  boils  at  290°,  and  has  a  specific  gravity  of 
1-265  at  15°.  Its  chemical  behaviour  accords  completely  with 
the  constitution  of  a  trihydric  alcohol.  Thus,  it  yields  three 
esters,  by  replacement  of  one,  two,  or  three  hydroxyl-groups. 
When  borax  is  dissolved  in  glycerol  or  in  a  solution  of  this  sub- 
stance and  the  mixture  introduced  into  the  flame,  the  green  colour 
characteristic  of  free  boric  acid  is  observed. 

Since  glycerol  is  a  substance  which  plays  a  very  important  part 
in  the  economy  of  nature  as  a  constituent  of  the  fats  (159),  its  syn- 
thesis from  its  elements  is  of  great  interest.  This  was  efifected  by 
Friedel  and  Silva,  the  starting-point  being  acetic  acid.  This  can 
be  synthesized  from  its  elements  in  several  ways,  for  example  by 
the  oxidation  of  acetaldehyde  obtained  by  the  action  of  water  on 
acetylene  (132).  The  dry  distillation  of  calcium  acetate  gave  ace- 
tone, which  was  reduced  to  i«opropyl  alcohol.  On  elimination  of 
water  from  this  alcohol,  propylene  was  formed,  and  on  addition  of 
chlorine,  was  converted  into  propylene  chloride,  from  which  tri- 
chlorhydrin  was  obtained  by  treatment  with  iodine  chloride.  Tri- 
chlorhydrin  was  converted  into  glycerol  by  heating  with  water  at 
170^: 

CH3.COOH  ->eH,.CO.CH,-^CH,.CHpH.CH/-*CH,.CH:CH,  -* 

Acetic  acid  Acetone  I  /aopropyl  alcoholV  Propylene 

->CH,.CHC1-CH,C1  ->CH,C1.CHC1.CH2C1  ->CH,OH.CHOH.CH,OH. 

Propylene  chloride  Trichlorhydrin  Glycerol 

158.  Several  compounds,  difficult  to  prepare  otherwise,  can  be 
obtained  from  glycerol.  Among  them  are  allyl  alcohol,  allyl  iodide, 
acrolein,  and  isopropyl  iodide. 

Allyl  alcohol,  CH2:CH-CH20H,  can  be  prepared  from  glycerol 
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by  heating  it  with  oxalic  acid,  (X)OH>GOOH.    Glyceryl  tnono- 
jormcUe  or  monoformin, 


CH2OH  .CHOH  .CH2 -OCO 
H 


or 


CHaOH.CH-CHaOH 

ocg        • 


is  first  produced,  as  under  these  conditions  oxalic  acid  loses  one 
molecule  of  CO2,  yielding  formic  acid,  COO | II — COOH,  which 
combines  with  the  glycerol  to  produce  monoformin.  When 
heated  more  strongly,  this  decomposes  into  allyl  alcohol,  water^ 
and  carbon  dioxide: 


CH:iOH 


.CHpH|( 


ICHalO^OO 


or 


r_J- 


lO'OOH 


Allyl  iodide  is  obtained  by  the  action  of  phosphorus  and  iodine 
on  anhydrous  glycerol: 


CH2 

OH 

CHjI 

CHa 

I             CH, 
I-2I-CH 

CH 

OH+P 

I3  -  CHI  +P08H8; 

CH 

CH2 

OH 

CH2I 

CH,1 

[               CHjI 

The  tri-iodhydrin,  C8H5I3,  probably  formed  as  an  intermediate 
product  in  this  reaction  is  unstable,  and  at  once  loses  two  atoms 
of  iodine,  yielding  allyl  iodide. 

Acrolein  (147)  results  by  elimination  of  water  from  glycerol: 


QHH] 
CH2-C— CHOH. 


|0H  H 


CH2:C:CH0H  should  be  obtained,  but  immediately  changes  to 

acrolein, CHztCH-C^  (136). 

Isopropyl  iodide  is  formed  by  the  addition  of  water  to  a  mix- 
ture of  glycerol  with  iodine  and  phosphorus.  In  this  reaction, 
propylene,  CH3«CH:CH2,  is  an  intermediate  product,  and  is 
evolved  in  the  free  ntntwwif  insufficient  hydriodic  acid  is  prerent. 
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By  the  addition  of  HI,  produced  by  the  interaction  of  iodine^ 
phosphorus,  and  water,  wopropyl  iodide  is  fonned  from  the  pro- 
pylene thus  generated: 

CB[3»CH:CH2+HI  ^  CH3»CHI»CH3, 

Propylene  /topropyl  iodide 

Fonnic  acid  (88)  is  usually  prepared  by  the  action  of  glycerol 
on  oxalic  acid.  As  previously  mentioned,  when  these  substances 
are  heated  together,  carbon  dioxide  is  evolved,  and  glyceryl 
monoformate  produced.  Formic  acid  is  obtained  from  the  latter 
by  saponification,  the  glycerol  being  simultaneously  regenerated. 
This  is  effected  by  the  addition  of  a  fresh  quantity  of  oxalic  acid, 
C2H204'2aq,  the  water  of  crystallization  saponifying  the  ester, 
and  the  formic  acid  distilling  over.  The  glycerol  thus  regenerated 
is  again  converted  into  monoformin  by  the  freshly-added  oxaUc 
acid,  and  the  ester  once  more  decomposed  by  the  addition  of  a 
further  quantity  of  oxalic  acid,  and  so  on.  It  is  thus  possible 
to  convert  unlimited  quantities  of  oxalic  acid  into  formic  acid  by 
means  of  a  given  quantity  of  glycerol. 

159.  Glycerol  occurs  in  nature  in  large  quantities  in  the  form 
of  esters.  The  fats  and  oils  are  glyceryl  tri-esters  of  the  higher 
fatty  acids  and  of  oleic  acid:  glycerol  and  the  fatty  acids  are  ob- 
tained from  them  by  saponification  (91  and  loi). 

The  saponification  of  the  tri-esters  of  glycerol  with  caustic  soda 
or  lime  takes  place  in  stages,  the  di-esters  and  mono-esters  being 
formed  as  intermediate  products,  as  can  be  readily  proved.  On 
complete  saponification,  pure  tristearin,  or  glyceryl  tristearate 
3rields  only  stearic  acid  and  gl3rcerol,  so  that  if  no  intermediate  pro- 
ducts are  formed,  a  partially-saponified  portion,  in  which  the  soap 
produced  has  been  decomposed  by  hydrochloric  acid,  and  the  glycerol 
removed  by  washing  with  water,  should  contain  only  unchanged 
tristearin  and  stearic  acid.  Neither  tristearin  nor  stearic  acid  can 
yield  acetyl-derivatives  with  acetic  anhydride.  If  the  saponification 
takes  place  in  stages,  monostearin  and  distearin  should  be  formed, 
and  the  free  hydroxyl-groups  of  the  gly eery l-resi due  in  these  com- 
pounds should  react  with  acetic  anhydride  to  form  acetyl-compounds. 
On  treatment  with  this  anhydride,  and  subsequent  complete  saponi- 
fication, acetic  acid  should  be  among  the  products,  and  it  has  been 
proved  by  experiment  that  this  is  so. 
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Inversely,  the  fats  can  be  synthesized  from  glycerol  and  the 
fatty  acids:  for  instance,  tristearin  is  obtained  by  heating  glycerol 
with  excess  of  stearic  acid  under  reduced  pressure  at  200**  until 
separation  of  water  ceases. 

Many  fats  gradually  become  rancid^  and  develop  a  disagreeable 
smell  and  taste.  This  is  due  to  atmospheric  oxidation,  which  is 
facilitated  by  the  influence  of  light.  The  unsaturated  fatty  acids 
become  converted  into  others  containing  a  smaller  number  of  car- 
bon atoms,  and  with  a  characteristic  odour  and  taste. 

i6o.  Glycerol  is  extensively  employed  in  the  arts  and  in  medi- 
cine. One  of  its  most  important  applications  is  to  the  preparation 
of  the  so-called  "nitroglycerine."  This  explosive  has  a  misleading 
name,  since  it  is  glyceryl  trinitrate, 

CH2ONO2 
CHO.NO2, 
CHaONOj 

and  not  a  nitro-compound  (75) ;  for  on  saponification  with  alkalis 
it  yields  glycerol,  and  the  nitrate  of  the  corresponding  alkali-metal. 
Nitroglycerine  is  prepared  by  bringing  glycerol  into  contact 
with  a  mixture  of  concentrated  sulphuric  acid  and  nitric  acid,  rise 
of  temperature  being  prevented.  After  a  time,  the  reaction-mixture 
is  poured  into  water,  whereupon  the  nitrate  separates  in  the  form 
of  an  oily,  very  explosive  liquid  of  faint,  headache-producing  odour. 
It  can  be  purified  by  washing  with  water,  and  when  perfectly  pure 
does  not  explode  spontaneously. 

Nitroglycerine  is  a  liquid,  and  as  its  use  in  this  form  for  technical 
^purposes  would  be  attended  with  difficulties,  it  is  mixed  with  infu- 
sorial earth  ("kieselguhr"),  which  absorbs  it,  forming  a  soft,  plastic 
mass,  dynamite f  containing  usually  75  per  cent,  of  nitroglycerine  and 
2.5  per  cent,  of  the  earth.  Nitroglycerine  can  also  be  obtained  in 
the  solid  form  by  dissolving  in  it  a  small  amount  of  gimcotton  (231), 
which  converts  it  into  an  elastic  solid  resembling  jujubes  in  con- 
sistence, called  '^ blasting  gelatine.''  This  substance  has  the  advan- 
tage over  dynamite  of  not  leaving  any  solid  residue  after  explosion. 
Dynamite  cannot  be  used  as  ammunition,  its  velocity  of  explosion 
being  so  great  as  to  produce  an  impulse  too  violent  for  a  gun  to 
resist  without  bursting:  that  is,  it  exerts  a  "brisant"  or  detonating 
effect. 
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3.  Tetrahydric  and  Polyhydric  Alcohols, 
x6i.  Among  the  tetrahydric  alcohols  is  eryihrUol, 
CH2OH  .CHOH.CHOH.CHjiOH, 

which  is  a  natural  product.  It  contains  a  normal  carbon  chain, 
since  reduction  with  hydriodic  acid  converts  it  into  n-secondary 
butyl  iodide,  CH3-CHI-CH2-CH3. 

Examples  of  pentahydric  alcohols  are  arabitol  and  xylitol, 
C6H12O5,  which  are  stereoisomerides,  as  are  also  the  hexahydric 
alcohols  dulcitol  and  mannitol,  CeHi406,  both  of  which  are  found  in 
nature.  These  all  have  normal  carbon  chains,  since,  like  erythritol, 
•they  yield  n-secondary  iodides  on  reduction  with  hydriodic  acid: 
thusi  mannitol  is  converted  into 

CH3  •  CH2  •  CHI  •  CH2 '  CH2  •  CH3. 

They  can  be  obtained  artificially  by  the  reduction  of  the  corre- 
sponding aldehydes  or  ketones.  The  reason  for  assuming  their 
stereoisomerism  is  explained  in  212,  but  here  it  may  be  pointed  out 
that  the  polyhydric  alcohols  contain  asymmetric  carbon  atoms, 
indicated  in  the  formulae  by  asterisks : 

aizOH.CHOH.CHOH.CHOH.CHgOH; 

Arabitol  and  Xylitol 

CH3OH  •  CHOH .  CHOH .  CHOH  •  CHOH  •  CHjOH. 

Dulcitol  and  Mannitol 

The  presence  of  polyhydric  alcohols  prevents  the  precipitation  of 
the  hydroxides  of  copper,  iron,  and  other  metals  by  means  of  alkalis. 
Thus,  a  solution  of  copper  sulphate  and  glycerol  does  not  yield  a 
precipitate  of  copper  hydroxide  with  caustic  potash.  This  is  due  to 
the  formation  of  soluble  metallic  compounds  of  the  polyhydric 
alcohols,  the  hydroxyl-hydrogen  being  replaced  by  the  metal.  Ihe 
acidic  nature  of  the  hydroxyl-group,  almost  lacking  in  the  mono- 
hydric  alcohols,  is  therefore  in  some  measure  developed  by  increase 
in  the  number  of  these  groups  present  in  the  molecule.  This  prop- 
erty is  possessed  not  only  by  the  polyhydric  alcohols,  but  also  by 
many  other  compounds  containing  several  hydrox^^-groups  (192). 
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IV.  DERIVATIVES   COnTAIinNG   HALOGEN   ATOMS,   HTDROXTL- 
GROUPS,  mTRO-GROUPS,  OR  AMllVO-GROUPS. 

162.  Only  a  few  of  the  numerous  compounds  belonging  to  this 
class  will  be  considered:  the  chemical  properties  of  its  members  are 
determined  by  the  substituents. 

No  compounds  containing  halogen  and  hydroxyl  in  union  with 
the  same  carbon  atom  are  known:  when  their  formation  might  be 
expected,  hydrogen  halide  is  eliminated,  with  production  of  alde- 
hydes or  ketones.  It  has  been  mentioned  more  than  once  that 
stable  alkyl-derivatives  of  compounds  themselves  unstable  or  un- 
known, such  as  the  ortho-esters,  exist  (155).    This  is  true  in  this 

CI 
instance,  for  while  compounds  of  the  type  R-CH  <  ^jr  are  unknown, 

CI 
derivatives  of  the  formula  R«CH<^  ^  „        are  known.     These 

substances  are  called  chloroeihers.  When  chlorine  is  passed  into 
ethyl  ether,  kept  cool  and  in  the  dark  to  avoid  explosion,  the 
hydrogen  atoms  are  replaced  by  chlorine.  The  monosubstitution 
product  has  the  constitution 

CH3  •  CH2  •  O  •  CHCl  •  CH3, 

Monochloroether 

as  is  proved  by  the  action  of  sulphuric  acid,  under  the  influence  of 
which  it  takes  up  one  molecule  of  water,  forming  ethyl  alcohol, 
acetaldehyde,  and  hydrochloric  acid: 


C2H6         H  C2H5OH 

>0+ I       =        + 
CHa-CHCl    OH       CH3-CH<^*„  =  CHa-CHO+HCl. 

Monochloroether  yJa. 

Compounds  containing  halogen  and  hydroxyl  in  union  with 
different  carbon  atoms  are  obtained  from  the  polyhydric  alcohols 
by  partial  exchange  of  hydroxyl  for  halogen,  and  have  the  general 
name  halogen-hydrins.  Glycerol  dichiorhydrin,  C3H6(OH)Cl2,  is 
formed  when  a  solution  of  glycerol  in  glacial  acetic  acid  is  saturated 
with  hydrochloric-acid  gas.     It  has  the  symmetrical  formula 

CHaCl-CHOH-CHaCl, 
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since  it  differs  from  the  dichlorhydrin  obtained  by  addition  of 
chlorine  to  allyl  aicohoi,  this  having  the  constitution 

CHgOH-CHCl-CHjCi. 

On  treatment  of   both  dichlorhydrins  with  caustic  potash,  epi' 

chlorhydrin, 

CH2  •  CH  •  CH2Ci, 

\/ 
0 

is  obtained. 

Dinitr<hcomp(mnds  with  both  nitro-groups  in  union  with  the 

same  carbon   atom  are  formed  from  primary  bromo-nitroK^om- 

pounds  by  the  action  of  potassium  nitrite: 

CH3-CHBrN02+KN02  =  CH3-CH(N02)2+KBr. 

The  hydrogen  atom  belonging  to  the  carbon  atom  carrying  the 
nitro-groups  can  be  readily  replaced  by  metals,  so  that  these 
primary  dinitro-compounds  have  an  acidic  character  (281). 

Diamines  with  the  two  amino-groups  attached  to  the  same 
carbon  atom  are  not  numerous:  most  of  them  have  their  amino- 
groups  in  union  with  different  carbon  atoms.  Some  of  these  com- 
pounds are  formed  by  the  putrefaction  of  animal  matter,  such  as 
fleshy  and  are  classed  as  j^tomaines  with  other  basic  substances 
similarly  formed.  Such  are  cadaverine  {perUamethylenediamine), 
NH2-CH2-(CH2)3-CH2*NH2,  and  putrescine  {tetramethylenedia' 
mine),  NH2-CH2-(CH2)2-CH2-NH2.  The  constitution  of  these 
substances  has  been  proved  by  synthesis,  pentamethylenediamine 
being  thus  obtained.  Trimethylene  bromide,  Br-CH2-CH2-CH2-Br, 
is  converted  by  treatment  with  potassium  cyanide  into  trimethylene 
cyanide,  CN-CH2-CH2-CH2-CN.  This  substance  is  reduced  with 
sodium  and  boiling  alcohol,  which  converts  the  CN-groups  into 
CH2NH2-groups  (85),  with  formation  of  the  diamine: 


CN 

CH2NH2 

(CH2)3 

-^(CH2)3       . 

CN 

CH2NH2 

When  pentamethylenediamine  hydrochloride  is  heated,  it  loses 
one  molecule  of  ammonia,  and  is  converted  into  piperidinej  which 
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has  the  character  of  a  saturated  secondary  amine.    For  this  and 
other  reasons  (387),  it  is  assigned  a  ring  or  cyclic  formula : 

•CH2  •  CH2NH2  /CI12  •  CI12 

CH2  -NHg  -  CH2         \nH. 

"^CHz-CHzNHj  \)H2-CH2 

Pentamethylenediamiiie  JPiperidioe 

When  heated,  tetramethylenediamine  and  trimethylenediamine 
yield  analogous  cyclic  compounds,  but  less  readily,  whereas  ethylene- 
diamine  does  not. 

A  substance,  partly  amine  and  partly  alcohol,  should  be  men- 
tioned on  account  of  its  physiological  importance:  it  is  choline. 
C5H15O2N,  which  is  widely  distributed  in  the  vegetable  kingdom. 
Its  constitution  is  inferred  from  its  synthesis  by  the  interaction  of 
trimethylamine  and  ethylene  oxide  in  aqueous  solution : 

(CH3)3N  H-CH2-CH2  /CHa-CHaOH 

+       \/       ={CH8)3N 
OHH         O  \0H 

Choline 

Ethylene  oxide  can  also  combine  with  substances  like  ethyl- 
amine,  with  formation  of  amino-alcohols. 

Choline  is  a  constituent  of  a  very  complicated  compound, 
leciihiny  present  in  brain-substance,  yolk  of  egg,  many  seeds,  and 
elsewhere.  It  is  glycerophosphoric  acid  in  which  the  alcoholic 
hydroxyl-groups  are  esterified  by  palmitic,  stearic,  and  oleic  acid; 
and  the  acidic  hydroxyl-groups  are  combined  with  choline.  Various 
lecithins  are  known:  some  of  them  probably  contain  more  than  one 
kind  of  acid-residue  in  the  molecule.  The  native  lecithins  are  always 
mixtures. 

On  treatment  with  baryta- water,  lecithin  yields  choline,  one  or 
more  of  the  fatty  acids  named  above,  and  glycerophosphoric  acid. 
This  acid  is  optically  active,  and  has  the  formula 

CH,OH 

I 
H-C— OH 

CH,.0— PO(OH)^ 

the  central  C-atom  being  as3anmetric. 


f  1621  LECITHIN.  195 

Ledthiiiy  likewise,  is  optically  active,  and  may  have  the  formula 

CBW>R 

CHOR' 

I  xOH 

CH,.0— P:0 

^0--CH,.CH,.N(CH,),.OH, 

R  and  R'  being  similar  or  dissimilar  acid-radicals. 

The  lecithins  dissolve  readily  in  alcohol,  but  with  difficulty  in 
ether.  As  the  structural  formula  indicates,  they  yield  salts  with 
both  bases  and  acids. 


) 


POLYBASIC  ACmS. 


I.  SATURATED  DIBASIC  ACIDS,  GiiHsb-^4. 

163.  Many  isomerides  of  the  acids  CnH2n(COOH)2  are  theoretic- 
ally possible,  and  differ  from  one  another  in  the  positions  at  which 
the  carboxyl-groups  are  linked  to  the  carbon  chain.  For  many 
reasons,  the  most  important  are  those  with  carboxyl-groups  attached 
to  the  terminal  carbon  atoms  of  the  normal  chain,  the  aa '-acids 

(154). 

The  general  methods  for  the  preparation  of  the  dibasic  acids 
and  the  monobasic  acids  are  analogous.  The  former  are  produced 
by  the  oxidation  of  the  correspondmg  glycols  and  aldehydes,  and 
by  the  hydrolysis  of  the  dinitriles,  although  many  of  them  are  pre- 
pared by  special  methods. 

Physical  and  Chemical  Properties. 

164.  These  acids  are  well-defined  crystalline  substances:  those 
with  more  than  three  carbon  atoms  can  be  distilled  in  vacuo  without 
decomposition.  When  distilled  under  ordinary  pressure,  many  of 
them  lose  water. 

The  melting-points  of  these  acids  exhibit  the  same  peculiarity 
as  those  of  the  fatty  acids  (87) :  the  members  with  an  even  number 
of  carbon  atoms  have  higher  melting-points  than  those  immediately 
succeeding  them,  with  an  uneven  number  of  carbon  atoms.  This 
is  seen  from  the  table  on  p.  197. 

This  relation  is  graphically  represented  in  Fig.  32,  which  indi- 
cates that  the  melting-points  of  the  even  and  uneven  series  approxi- 
mate more  and  more  closely  as  the  number  of  the  carbon  atoms 
increases. 

A  similar  peculiarity  5s  displayed  by  other  physical  constants 
of  these  acids,  that  of  the  solubility  in  water  being  given  in  the  last 

196 
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column  of  the  table.  The  solubility  of  the  acids  with  an  uneven 
number  of  carbon  atoms  is  much  greater  than  the  solubility  of  those 
with  an  even  number,  and  for  both  it  diminishes  with  increase  in 
the  number  of  carbon  atoms. 


Name. 

Fonnula. 

Meltinc- 
point. 

Parts  by  Weight 

Soluble  in  100  pSrt 

of  Water. 

Oxalic  add 

COOH.CX)OH 

189°* 

10-2    at  20° 

Malonicacid 

00OH.CH2.CXX)H 

132*' 

139-37  "  15° 

Succinic  acid 

00OH.(CH,),.0OOH 

182° 

5.14  "  14.5° 

Glutaric  acid 

00OH.(CH,),.(X)OH 

»8° 

8O.3     "  14° 

AdiDic  acid 

OOOH  •  (CH,L  -COOH 

1530 

1.44  "  15° 
4.1     "20° 

Pimelic  acid 

COOH.(CH2)5-COOH 

105.6° 

Suberic  acid 

COOH.(CH,)..COOH 

141° 

0.142"  16.6° 

Azekic  acid 

COOH.CCHaX.COOH 

108° 

Sebacic  acid 

0OOH.(CH,)8.0OOH 

134.6° 

0.1     "    17° 

Nonanedicarbozylic 

acid 

00OH.(CH,)9-CXX)H 

110° 

Decamethylene- 

dicarboxylic  acid.  . 

COOH.(CHa),o*CXX)H 
COOH.(CH2)n.0OOH 

126° 

Brassylic  acid 

112° 

Dodecamethvlene- 
dicarboxyiic  acid . 

COOH.(CHa)„.COOH 

123° 

*  Anhydrous  oxalic  acid. 

Oxalic  acid  is  a  very  much  stronger  acid  than  its  homologues, 
as  the  dissociation-constants  indicate.     For  oxalic  acid   lO^A;  is 
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Fia.  32. — GiiAPHic  Repbesentation  op  the  Melting-points  op  the 
Acids  CiiH8ii-«04. 

about  1000,  for  malonic  acid  16 •  3,  and  for  succinic  acid  0*65:  for 
the  remaining  acids  it  has  values  which  diminish  with  increase  in 
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the  number  of  carbon  atoms,  but  are  of  the  same  order  as  the  last 
number.  The  longer  the  carbon  chain  between  the  carboxyl- 
groups,  the  weaker  is  the  acid  (172). 

Oxalic  Acid,  C2H2O4+2H2O. 

165.  Between  oxalic  acid  and  formic  acid  there  exists  a  genetic 
interdependence:  it  is  possible  to  prepare  formic  acid  from  oxalic, 
or  conversely,  oxalic  from  formic  acid.  On  rapidly  heating  potas- 
sium or  sodium  formate,  hydrogen  is  evolved  from  the  fusing 
mass,  and  potassium  or  sodium  oxalate  is  produced: 

KOOCIHI       KOOC 

I  +H2. 
KOOC 


KOOC 


H 


The  reverse  transformation  of  oxalic  acid  into  formic  acid  has 
already  been  described  (158),  and  constitutes  the  ordinary  method 
for  the  preparation  of  formic  acid. 

Oxalic  acid  frequently  results  in  the  oxidation  of  organic  sub- 
stances with  nitric  acid:  thus,  it  is  formed  by  the  action  of  this 
acid  on  sugar.  It  is  prepared  on  the  manufacturing  scale  by  heat- 
ing a  mixture  of  caustic  potash  and  caustic  soda  to  the  point  of 
fusion  along  with  sawdust.  A  formate  \s  an  intermediate  pro- 
duct, and  on  further  heating  loses  hydrogen,  being  converted  into 
an  oxalate.  After  cooling,  the  mass  is  lixiviated  with  water,  the 
oxalate  going  into  solution:  the  oxalic  acid  is  then  precipitated 
as  calcium  oxalate  by  the  addition  of  milk  of  lime,  and  finally 
obtained  in  the  free  state  by  the  action  of  sulphuric  acid. 

The  production  of  this  acid  by  the  interaction  of  carbon  dioxide 
and  potassium  or  sodium  at  about  360®,  and  its  formation  by  the 
hydrolysis  of  cyanogen,  CN«CN,  are  of  theoretical  importance. 

Oxalic  acid  occurs  in  nature  in  different  plants,  chiefly  in 
species  of  oxalis,  in  the  form  of  potassium  hydrogen,  or  calcium, 
salt.  It  is  sometimes  found  as  a  cr\'stalline  deposit  of  calcium 
oxalate  in  plant-cells.  It  crystallizes  with  two  molecules  of  water 
of  crystallization,  which  it  begins  to  lose  at  30®.  On  careful  heat- 
ing the  anhydrous  acid  sublimes,  but  when  strongly  heated,  either 
alone  or  with  concentrated  sulphuric  acid,  it  decomposes  into  CO2, 
CO,  and  H2O.     A  similar  decomposition  ensues  when  a  solution  of 
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uranium  oxalate  is  exposed  to  sunlight,  .CO  and  (X)2  being 
energetically  evolved.  Oxalic  acid  is  very  readily  oxidized:  a 
volumetric  method  for  its  estimation  depends  upon  the  use  of 
potassium  permanganate  in  sulphuric-acid  solution,  each  molecule 
of  oxalic  acid  requiring  one  atom  of  oxygen : 

C2H2O4+O  =  2C02H-H20. 

The  oxidation  with  permanganate  accords  with  the  equation 

2KMnO,  +5CHA  +3H^0,  -K^O,  +2MnS0.  +  lOCO,  +8H,0. 

The  manganese  sulphate  formed  has  a  catalytic  accelerating  action 
on  the  process,  so  that,  although  the  first  few  drops  of  permanganate 
solution  are  very  slowly  decolourized,  after  further  addition  of  per- 
manganate the  disappearance  of  the  colour  is  instantaneous.  When 
manganese  sulphate  is  added  to  the  oxalic-acid  solution  before  the 
titration,  the  permanganate  is  at  once  decolourized. 

Only  the  salts  of  the  alkali-metals  are  soluble  in  water.  Calcium 
oxalate,  CaC204,2aq,  is  insoluble  in  acetic  acid,  but  soluble  in 
mineral  acids  (*' Inorganic  Chemistry,"  259):  its  formation  serves 
as  a  test  both  for  calcium  and  for  oxalic  acid.  As  a  dibasic  acid, 
oxalic  acid  yields  both  acid  and  normal  salts,  and  the  so-called 
qtiadroxalates  are  known — compounds  of  one  molecule  of  acid  salt 
with  one  molecule  of  acid:  among  these  is  "salt  of  sorrel,'' 
KHC204+H2C204H-2aq.  A  great  number  of  complex  salts  of 
oxalic  acid  are  known:  many  of  them  contain  alkali-metals,  and 
sre  soluble  in  water.    They  are  employed  in  electro-analysis. 

A  type  of  these  complex  salts  is  potassium  ferrous  oxalate, 
KjFeCCjO*),,  which  yields  a  yellow  solution.  This  indicates  the 
presence  of  a  complex  ion,  probably  (FeiCjO^)^)",  since  ferrous  salts 
are  usually  light-green.  Potassium  ferrous  oxalate  is  a  strong  reduc- 
ing agent:  it  is  employed  for  the  development  of  photographic  plates. 

Potassium  ferric  oxalate,  KjFeCCyOJa,  yields  a  green  solution, 
which  must,  therefore,  also  contain  a  complex  ion,  possibly 
{F^ip20^\y" .  Its  solution  is  rapidly  reduced  by  sunlight,  in  accord- 
ance with  the  equation 

2K,Fe(CA)3  =-  2K,Fe(CA)i  +  K,CA+  2C0,. 

This  property  is  made  use  of  in  the  preparation  of  platinotypes. 
The  photographic  negative  is  placed  upon  a  sheet  of  paper  saturated 
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with  potassium  ferric  oxalate:  reduction  to  ferrous  salt  only  takes 
place  where  the  light  is  transmitted  through  the  negative,  and  when 
the  paper  is  placed  in  a  solution  of  a  platinum  salt,  the  metal  is  only 
deposited  on  the  parts  coated  with  potassium  ferrous  oxalate. 

Dimethyl  oxalale  is  solid,  and  melts  at  54^:  it  is  employed  in 
the  preparation  of  pure  methyl  alcohol.  Diethyl  oxalate  is  a  liquid. 
Both  are  prepared  by  distilling  a  solution  of  anhydrous  oxalic 
acid  in  the  absolute  alcohol. 

Oxamide,  CONH2'CONH2,  is  a  white  solid,  nearly  insoluble  in 
water,  alcohol,  and  ether,  and  is  obtamed  as  a  crystalline  precipi- 
tate by  the  addition  of  ammonia  to  a  solution  of  a  dialkyl  oxalate. 
The  monoamides  of  the  dibasic  acids  are  called  amic  acids,  that 
of  oxalic  acid  being  oxamic  acid,  (X)NH2-C00H.  It  is  a  crystal- 
line compound,  readily  soluble  in  cold  water,  and  insoluble  in 
alcohol. 

Malonic  Acid,  CXJOH-CHa-COOH. 

i66.  The  constitution  of  malonic  acid  is  proved  by  its  synthesis 
from  monochloroacetic  acid.  When  an  aqueous  solution  of  potas- 
sium monochloroacetate  is  boiled  with  potassium  cyanide,  cyano- 
acetic  acid  is  formed,  and  can  be  converted  into  malonic  acid  by 
hydrolysis  of  the  nitrile-group : 

nU    ^  ^*  V  PTT    ^  ^N  ^  ffrr    ^  COOH 

^"2<  coOH  ""  ^**2^ COOH  "" ^^2<  COOH- 

Monoohloroaoetio  acid      Cyanoaoetio  acid  Malonio  acid 

Malonic  acid  is  a  crystalline  substance:  some  of  its  physical 
properties  are  given  in  the  table  in  164.  When  heated  somewhat 
above  its  melting-point,  it  loses  one  molecule  of  carbon  monoxide, 
being  converted  into  acetic  acid: 


COOH.CHa-ICOOlH  -  CO2+  COOH.CH3. 

It  IS  foimd  that  when  a  compound  with  two  carhoxyUgroups  in  union 
with  one  carbon  atom  is  heated  above  its  metting-point,  its  molecule 
loses  one  molecule  of  carbon  dioxide. 

The  most  important  derivative  of  malonic  acid  is  diethyl  malo' 
note,  many  important  s\Titheses  being  accomplished  by  its  aid.  It 
is  a  liquid  of  faint  odour,  boiling  at  198°,  and  having  a  specific 
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gravity  of  1-061  at  15°.  On  treatment  with  sodium,  in  the  pro- 
portion of  one  atom  to  each  molecule  of  ester,  hydrogen  is  evolved, 
and  the  diethyl  malonate  converted  into  a  solid  mass.  In  this 
reaction,  hydrogen  is  replaced  by  sodium,  yielding  diethyl  mono- 
sodiomaioruUe,  a  compound  of  the  structure 

COOC2H5 
CHNa      . 

COOC2XI5 

This  is  proved  by  treating  it  with  an  alkyl  halide  (iodide),  a  sodium 
halide  and  an  ester  being  obtained : 


C2H5  1  -|-Na|CH(COOC2H5)2  -  C2H5-CH(COOC2H5)2+NaI. 


On  saponification,  this  ester  yields  a  homologue  of  malonic  acid. 

If  two  atoms  of  sodium,  instead  of  one,  react  with  one  molecule 
of  diethyl  malonate,  two  hydrogen  atoms  are  replaced.  Both  of 
these  hydrogen  atoms  are  in  the  methylene-group,  because,  on 
treatment  of  the  disodio-compound  with  two  molecules  of  an 
alkyl  iodide,  the  two  sodium  atoms  are  replaced  by  alkyl,  with 
production  of  a  substance  which  on  saponification  is  converted  into 
a  homologue  of  malonic  acid : 

COOC2H5  COOC2H5 

C[Na2-f21]C2H6  -  2NaI+C(C2H5)2  . 


COOC2H5  COOC2H6 

It  is  also  possible  to  introduce  two  different  alkyl-groups  into 
diethyl  malonate.  Thus,  when  diethyl  monosodiomalonate  is  treated 
with  methyl  iodide,  the  diethyl  ester  of  methylmalonic  acid  is 
formed:  on  treatment  with  sodium  this  again  yields  a  sodio-com- 
pound,  which  is  converted  by  ethyl  iodide  into  the  diethyl  ester 
of  methylethylmalonic  acid. 

From  these  examples  it  is  evident  that  it  is  possible  to  synthe- 
size a  great  number  of  dibasic  acids  from  diethyl  malonate.  More- 
over, since  all  these  acids  contain  two  carboxyl-groups  linked  to 
the  same  carbon  atom,  and  have  in  common  with  malonic  acid  the 
property  of  losing  CO2  when  heated  above  their  melting-points, 
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it  is  evident  that  the  so-called  "malonic-ester  sjmthesis"  is  also 
available  for  the  preparation  of  the  monobasic  fatty  acids.  Thus, 
methylethylmalonic  acid  loses  CO2  on  heating,  yielding  methyl- 
ethylacetic  acid,  identical  in  constitution  with  active  valeric  acid 
(51),  and  resoluble  into  two  active  components: 

COOH  COOH 

CH3»C»C2H5  =  CH3«C»C2H5. 


|COO[H  H 

Methylethylmaionio  Valeric  add 

acid 

The  malonic-ester  synthesis  is  much  employed  in  the  prepara- 
tion of  acids,  and  will  be  the  subject  of  frequent  reference. 

DetaUs  of  the  malonic-ester  synthesis. — One  gramme-molecule  of 
diethyl  malonate  is  mixed  with  a  ten  per  cent,  solution  of  sodium 
ethoxide  (I  equivalent)  in  absolute  aleoholf  obtained  by  the  action 
of  sodium  on  alcohol.  To  this  mixture  is  added  one  gramme-mole- 
cule of  an  alkyl  iodide,  and  the  reaction-mixture  heated  on  a  water* 
bath  under  a  reflux-condenser  until  the  liquid  is  no  longer  alkaline. 
After  the  alcohol  has  been  distilled  off,  the  residue  is  treated  with 
water  to  dissolve  the  sodium  iodide  formed,  and  the  diethyl  alkyl- 
malonate  extracted  with  ether.  The  ethereal  solution  is  dried  over 
calcium  chloride,  the  ether  distilled,  and  the  residue  purified  by 
fractionation. 

If  it  is  desired  to  introduce  two  alkyl-radicals  or  other  groups, 
two  equivalents  of  sodium  ethoxide  and  two  gramme-molecules  of 
an  alkyl  iodide  are  employed.  When  two  different  groups  are  to  be 
substituted,  one  of  them  is  first  introduced  into  the  molecule,  and 
on  subsequent  treatment  with  a  second  gramme-molecule  of  sodium 
ethoxide  and  of  alkyl  iodide,  the  diethyl  dialky Imalonate  is  produced. 
Otherwise,  the  procedure  is  identical  with  that  described  above. 

Carbon  suboxide,  C3O2,  is  formed  by  the  slow  distillation  of  a 
mixture  of  diethyl  malonate  and  phosphoric  oxide,  heated  to  300®: 

CH2(COOC2H5)2  =  C302+2C2H4+2H20. 

This  mode  of  formation  indicates  that  carbon  suboxide  has  the 
constitutional  formula 

^\C0 
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It  is  a  gas  of  very  pungent  odour,  which  can  be  condensed  to  a 
liquid  boiling  at  7®.  With  water,  it  regenerates  malonic  acid,  and 
may,  therefore,  be  regarded  as  an  anhydride  of  this  acid.  The 
true  anhydride, 

CH2<QQ>0, 

analogous  to  the  anhydrides  of  the  higher  homologues  of  malonio 
acid,  is  unknown. 

Sucdnic  Add,  COOH-CHg-CHa-COOH. 

167.  Succinic  acid  is  a  crystalline  substance,  melting  at  182®, 
and  dissolving  with  difficulty  in  cold  water.  It  is  present  in 
amber,  in  fossilized  wood,  and  in  many  plants,  and  can  be  syn- 
thetically prepared  by  the  following  methods. 

1.  From  ethylene  bromide  by  treatment  with  potassium  cya- 
nide, which  converts  it  into  ethylene  cyanide,  CN*CH2-CH2«CN: 
on  hydrolysis,  this  yields  succinic  acid. 

2.  From  malonic  acid  by  treating  diethyl  monosodiomalonate 
with  ethyl  monochloroacetate: 

(COOC2H6)2CH[NrTci)H2C-COOC2H6  - 
«  NaCl  +  (COOC2H6)2CH.CH2-COOC2H6. 

In  this  reaction  an  ester  of  ethanetricarboxylic  acid  is  formed; 
and  when  heated  above  its  melting-point,  the  corresponding  acid 
loses  OO2,  yielding  succinb  acid : 

CH2-COOH        CH2-C00H 
[COOlH.CH-COOH    "^  CHa-COOn" 

Succinic  acid,  and  symmetrically  substituted  succinic  acids, 
can  also  be  obtained  by  the  action  of  an  ethereal  solution  of  iodine 
or  bromine  upon  diethyl  monosodiomalonate  or  its  monoalkyl- 
derivatives: 

COOC2H5  COOC2H6         COOC2H5    COOC2H5 


A-C[Ni[       TlaTNalC-A'         =A-C CA'         +2NaL 


COOC2H6  COOC2H6         COOC2H6    COOC2H6 

A  —  Hydroflen  or  alkyl  Tetracarbozylio  ester 
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By  saponification^  and  elimination  of  CO29  ^^^  ester  formed  is  con- 
verted into  the  dibasic  acid: 

COOH   COOH 
,    •  •    ,,  A-CH.COOH 

A-C C-A'       -  .  +2CO2. 

• .      • ,  A'.CH.COOH^       * 

ICOOlHlCOOlH 

Electro-synthesis  of  Dibasic  and  Other  Acids. 

168.  When  the  aqueous  solution  of  an  ester-salt  of  a  dibaaic 
acid  is  electrolyzed,  the  metallic  ion  goes  to  the  cathode,  the  anion 
to  the  anode: 

Anion  Gathion' 


CzHsO.OC.CHa-COO    K 

Ethyl  potassium  malonate 


This  anion,  however,  is  not  stable;  after  being  discharged  at  the 
anode,  it  decomposes  into  carbon  dioxide  and  C2H600C-CH2 — , 
and  two  of  these  residues  unite  to  form  diethyl  succinate: 

C2  H5OOC  •  CH2 — C  H2  •  COOC2H5. 

By  this  method  it  is  possible  to  synthesize  the  higher  dibasic 
acids  from  the  lower.  A  high  current-density  is  necessary;  that  is, 
the  number  of  amperes  entering  or  leaving  the  electrode  per  square 
centimetre  of  surface.  This  is  attained  by  employing  a  very  small 
anode.  The  concentration  of  the  anions  discharged  at  the  anode 
is  proportional  to  the  current-strength — the  number  of  amperes — 
so  that  with  a  high  current-density  there  .is  a  great  number  of  dis* 
charged  anions  at  the  anode,  and  these  can  interact  readily. 

This  synthesis  of  dibasic  acids  is  an  extension  of  an  electro- 
synthesis  carried  out  long  ago  by  Kolbe.  He  showed  that  on 
electrolysis  a  solution  of  potassium  acetate  yields  ethane: 


CH3.ICOO 

CHa-  COO 

K 

K    ~^ 

CHs 

CH3 

Anion 

Cathion 

Many  other  extensions  are  known:   thus,  a  mixture  of  a  salt  of  a 
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monobasic  fatty  acid  and  an  ester-salt  yields  at  the  anode  the 
ester  of  a  monobasic  acid: 

CH3.|COOfK-fK]OOC-lCH2-CH2-COOC2H5-> 

Potassium  aoetatfB  Ettiyl  potAsaium  succinate 

— >  CH3  •  CH2  •  CH2  •  COOC2H5. 
Ethyl  bi|tyrate 

Formation  of  Anhydrides. 

169.  Oxalic  acid  and  malonic  acid  do  not  yield  anhydrides  (166), 
while  succinic  acid,  C4H6O4,  and  glutaric  acid,  C6H8O4,  do  so  very 
readily.  The  formation  of  anhydride  is  due  to  the  elimination  of  one 
molecule  of  water  from  one  molecule  of  the  dibasic  acid,  as  is  proved 
by  a  determination  of  the  molecular  weights  of  the  anhydrides: 

CH2— C00|  H  CH2— COv 

CH2— CO|OH       ^  CH2— Cq/ 

Suecinio  anhydride 

/CH2— COOIH  /CH2— C0\ 

CH2  J     -H2O     =     CH2  0. 

\CH2— COlOH  \CH2— CO/ 

Glutaric  anhydride 

These  anhydrides  are  reconverted  into  the  corresponding  dibasic 
acids  by  dissolving  them  in  water. 

CH2.CO 
A  derivative  of  succinic  acid,  succinimidef   \  /^H,   has 

CHa-CO''^ 
a  ring  of  four  carbon  atoms  and  one  nitrogen  atom:  it  is  formed 
by  the  rapid  distillation  of  ammonium  succinate.  The  atoms  situ- 
ated at  the  extremities  of  a  carbon  chain  of  four  or  five  C'-atonis 
interact  very  readily:  those  in  shorter  chains  only  interact  with 
difficulty,  or  not  at  all.  Analogous  phenomena  are  the  elimina- 
tion of  one  molecule  of  water  from  aa'-glycols  (156),  and  of 
ammonia  from  aa'-diamines  (162),  both  very  readily  effected 
from  a  carbon  chain  of  four  or  five  C-atoms,  but  impossible,  or 
leading  to  the  formation  of  very  unstable  com|1ounds,  when  the 
chain  is  shorter.  A  satisfactory  explanation  of  these  phenomena, 
and  others  of  the  same  type,  may  be  attained  by  a  consideration 
of  the  direction  of  the  bonds  in  space.  It  was  assumed  (53) 
that  the  four  affinities  of  the  carbon  atom  are  directed  towards 
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the  angles  of  a  regular  tetrahedron^  with  the  carbon  atom  at 
the  centre.  For  a  single  bond  between  two  carbon  atoms  it  is 
assumed  that  one  affinity  of  each  of  these  atoms  is  linked  to  one 
affinity  of  the  other  (Fig.  33).    The  position  in  space  of  the  C-atoms 


V- 


/^ 


Fig.  33. — Spacial  Represbntation  op  the  Bonds  between  2-5 

C-ATOMS. 

in  a  chain  of  three  or  more  members,  and  the  direction  pf  their 
affinities,  are  represented  in  the  figure. 

It  is  evident  that  in  a  normal  chain  of  four  C-atoms  the  affinities 
at  the  extremities  approach  one  another  closely,  and  in  a  chain  of 
five  C-atoms  still  more  closely,  so  that  they  can  interact  readily. 
A  few  instances  of  compounds  with  a  closed  chain  containing 

CHg  •  CH2 
only  two  C-atoms,  such  as  ethylene  oxide,   \/      ,  are  known. 

O 
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The  figure  indicates  that  for  two  C-atoms  the  direction  of  the  aflSn- 
ities  must  undergo  a  considerable  change  to  render  the  formation  of 
a  ring  possible.  Such  compounds  are  unstable,  the  closed  chain 
being  very  readily  opened,  as  is  indicated  by  the  "tension-theory  " 
of  VON  Baeter  (129). 


Saponification  of  the  Esters  of  the  Dibasic  Acids. 

The  esters  of  a  polyhydric  alcohol  are  saponified  in  stages;  tri- 
stearin,  for  instance,  3rielding  first  distearin  and  then  monostearin 
(159).  The  saponification  of  the  esters  of  the  polybasic  acids  is 
analogous,  that  of  diethyl  malonate  furnishing  a  good  example  of 
the  two  stages: 

COOCA  OOONa 

I.  CH,         +NaOH  -  CH,  +CAOH; 

60OCA  6ooc,H, 

COONa  COONa 

II,  CH,  +NaOH  -  CH,        H-CHsOH. 

C00C5,H,  COONa 

With  this  substance  reactions  L  and  II.  are  very  sharply  defined, 
the  velocity  of  the  first  being  about  one  himdred  times  as  great  as 
that  of  the  second.  When,  therefore,  one  gramme-molecule  of 
(fiethyl  malonate  is  brought  into  contact  with  one  gramme-molecule 
of  sodium  hydpoxide  in  dilute  aqueous  solution,  the  ester-salt  almost 
exclusively  is  quickly  formed,  the  yield  of  the  normal  salt  by  the 
second  reaction  being  very  minute,  owing  to  the  large  difference  in 
the  velocity  of  the  two  reactions. 

For  other  esters  the  difference  of  velocity  of  stages  I.  and  II,  is 
not  so  great.  Thus,  when  one  gramme-molecul^  of  diethyl  succinate 
is  added  to  an  aqueous  solution  of  one  granune-molecule  of  sodium 
hydroxide,  although  the  ester-salt  is  the  .principal  product,  an 
appreciable  quantity  of  sodium  succinate  is  also  formed.  It  follows 
that  with  these  conditions  some  of  the  ester  must  remain  unsaponified» 
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n.  UNSATURATED   DIBASIC  ACIDS. 
Fumaric  Acid  and  Maleic  Acid,  C4H4O4. 

170.  The  most  important  members  of  the  group  of  unsaturated 
dibasic  acids  are  fumaric  add  and  maleic  acid,  both  with  the  formula 
C4H4O4.  They  have  been  much  investigated,  a  complete  explana- 
tion of  their  isomerism  having  been  finally  arrived  at  by  an  appli- 
cation of  the  principles  of  stereoisomerism. 

Fumaric  acid  is  somewhat  widely  distributed  in  the  vegetable 
kingdom.  It  does  not  melt  at  the  ordinary  pressure,  but  sub- 
limes at  about  200°:  it  dissolves  with  difficulty  in  water.  Maleic 
acid  is  not  a  natural  product:  it  melts  at  130°,  and  is  very  readily 
soluble  in  water. 

Both  acids  can  be  obtained  by  heating  malic  acid  (190), 

C00H.CH0H-CH2-C00H, 

the  result  depending  on  the  temperature  and  duration  of  the  reac- 
tion. Fumaric  acid  is  the  principal  product  when  the  temperature 
is  maintained  at  140°-150°  for  a  long  time,  but  when  a  higher  tem- 
perature is  employed,  and  the  heating  is  quickly  carried  out,  the 
anhydride  of  maleic  acid  distils  along  with  water.  This  anhydride 
readily  takes  up  water,  regenerating  the  acid.  This  is  the  ordinary 
method  for  the  preparation  of  these  acids,  and  it  indicates  that 
both  have  the  same  structural  formula: 

COOH.CH.CH.COOH-H2O  =  COOH.CHiCH.COOH. 


OHH 


This  view  of  their  constitution  is  supported  by  the  fact  that  on 
treatment  with  sodium-amalgam  and  water  both  acids  yield  suc- 
cinic acid,  and  also  by  the  formation  of  monobromosuccinic  acid  by 
addition  of  HBr,  and  of  malic  acid  by  heating  with  water  at  a  high 
temperature.  Both  acids  have  therefore  the  same  constitutional 
formula, 

COOH.CHiCH.COOH. 

The  isomerism  of  the  crotonic  acids  is  similar  (143).  It  remams 
to  consider  how  this  isomerism  can  be  explained  by  the  aid  of 
stereochemistry . 
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A  single  bond  between  two  carbon  atoms  may  be  represented 
as  in  Fig.  34  (169).    If  the  tetrahedra  are  drawn  in  full,  then  the 

Hr==:r ^:=:^H 


Fig.  34.  Fig.  :;:.. 

Single  Bond  betwisen  two  Carbon  Atoms. 

single  bond  will  be  as  in  Fig.  35.  If  the  tetrahedra  are  free  to  rotate 
round  their  common  axis,  isomerism  cannot  be  expected  for  com- 
pounds Cabc — Cdef,  nor  has  it  ever  been  observed. 

7b 


Fio.  36.  Fig.  37.  Fig.  38. 

Graphic  Spacial  Representation  op  the  Double  Bond  between 
TWO  Carbon  Atoms. 

When  a  double  bond  is  present,  then  two  affinities  of  each 
carbon  atom  come  into  play,  as  graphically  represented  in  Figs. 
36,  37,  and  38.  Free  rotation  of  the  tetrahedra  relative  to  one 
another  is  then  no  longer  possible. 

The  figures  indicate  that  dificrence  of  grouping  depends  on  the 
position  of  t^ie  groups  a  and  b  of  one  tetrahedron  with  reference  to 
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the  similar  groups  a  and  b  of  the  other,  a  may  be  over  a,  and  h 
over  6,  as  in  Fig.  37 :  or  a  may  be  over  b,  and  b  over  a,  as  in  Fig.  38. 
This  can  be  represented  by  the  formula 

a— C— 6  a— C— 6 

II  and  II      . 

a— C— 6  6— C— o 

Thus,  the  two  crotonic  acids  would  be 

CHg — C — H  H — C — CH3 

II  and  II 

H— C— COOH  H— C-COOH 

Trant  Cis 

and  fumaric  and  maleic  acids  would  have  the  formulse 

COOH— C— H  H— C— COOH 

I.  ■     II  and    II.  II 

H— C— COOH  H— c-<:;ooH 

Traru  CU 

It  must  now  be  proved  which  of  these  two  formulae  belongs  to 
fumaric  acid,  and  which  to  maleic  acid. 

Maleic  acid  yields  an  anhydride,  while  fumaric  acid  does  not* 
In  formula  II.  the  carboxyl-groups  are  in  juxtaposition  to  one 
another,  but  in  formula  I.  they  are  as  far  removed  from^each  other 
as  possible.  Only  in  the  acid  with  the  m-formula  are  the  carboxyl- 
groups  represented  in  a  position  to  interact  readily: 

H-C— COOjH       .    H— C— CO 

II      r     -^       II    >o. 

H— C— COlOH  H— C— CO 

Maleic  acid  Maleic  anhydride 

From  this  it  is  inferred  that  fumaric  acid  has  the  constOuiion  indi-- 
cated  in  formula  I. ,  and  maleic  acid  that  in  formula  II. 

171.  Further  consideration  indicates  that  this  view  also  accounts 
for  the  other  known  properties  of  these  acids.  Neither  formula 
contains  an  asymmetric  C-atom,  so  that  neither  optical  activity  nor 
the  great  resemblance  in  such  properties  as  specific  gravity,  melting- 
pomt,  solubility,  etc.,  due  to  the  similarity  in  internal  structure 
characteristic  of  the  isomerism  occasioned  by  an  asymmetric  carbon, 
atom,  is  to  be  expected.  Fumaric  acid  and  maleic  acid  do,  in  fact, 
display  great  diflferences  in  these  physical  properties. 
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Both  fumaric  acid  and  maleic  acid  combine  with  bromine,  but 
the  dibromo-addition-products  thus  obtained  are  different.  Fu- 
maric acid  yields  dibromosuccinic  acid,  soluble  with  diflSculty  in 
water;  and  maleic  acid  isodibramo^uccinic  add,  much  more  readily 
soluble  in  water.  Figs.  39  to  42  indicate  that  different  acids  must 
result  from  this  reaction.     Fiq:s.  40  and  42,  representing  dibromo- 


HO-CXD, 


HO-OC 


+  aBr  = 


CO-OH 

FiQ.  39. — Fumaric  Acid. 
r  CO'OH 


H  ^ss^-f  — ^:;:s5»^  C(H>H 
FiQ.  40. — Dibromosuccinic  Acid. 
^  ^■'^^^ CO'OH 


+  J8Br» 


CO-OH 


FiQ.  41. — ^MaleIc  Acid. 


=*^CO0H 


FlQ.  42. — ^/SODIBROMOSUCCINIC  Acil). 


succinic  acid  and  isodibromosuccinic  acid  respectively,  cannot  be 
made  to  coincide  by  rotation;  and  this  is  made  more  evident  by 
comparing  Figs.  42  and  43.  The  latter  is  obtained  from  Fig.  40  by 
rotation  of  the  upper  tetrahedron  round  the  vertical  axis,  the  posi- 
tion of  the  lower  tetrahedron  remaining  unaltered.  In  the  figures 
the  order  of  the  groups  linked  to  both  carbon  atoms  of  the  iso-acid 
is  H,  Br,  COOH  from  left  to  right:   for  the  lower  carbon  atom  of 
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dibromosuccinic  acid  (Fig.  40)  the  order  is  similar,  but  for  the  upper 
carbon  atom  it  is  from  right  to  left. 

When  HBr  is  removed  from  dibromosuccinic  acid  (Fig.  43),  the 
H-atom  linked  to  one  carbon  atom  and  the  Br-atom  linked  to  the 
other  are  eliminated,  yielding  an  acid  COOH-CHrCBr-COOH. 
This  removal  of  HBr  could  not  be  effected  if  the  tetrahedra  were 


CO-OH 


CO.OH 

Fig.  43. — Did"iti^tj:^ci\!':'  Acid. 


00-OH 


COK)H 


Fig.  44. — Biciiicii-iiiic  .i.v..i:. 


HO'OC 


— HBr  = 


CO-OH 


Fig.  45. — /sodibromosuccinic  Acid. 


CO-Off 


Fig.  46. — Beomofumaric  Acid. 


in  the  position  shown  in  Fig.  40:  rotation  round  the  vertical  axis 
is  essential  to  bring  H  and  Br  into  "corresponding"  positions,  as 
in  P'ig.  43:  elimmation  of  HBr  produces  the  acid  represented  in 
Fig.  44.  This  acid  readily  yields  an  anhydride,  since  the  COOH- 
groups  are  in  the  corresponding  positions:  it  is  therefore  hromo^ 
maleic  acid. 
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When  HBr  is  removed  from  isodibromosuccinic  acid,  repre- 
flented  in  Fig.  45  (obtainable  from  Fig.  42  by  rotation  in  the  same 
way  as  Fig.  43  from  Fig.  40),  an  acid  results  which  does  not 
yield  a  corresponding  anhydride,  but  is  converted  by  elimination 
of  water  into  the  anhydride  of  bromomaleic  acid.  This  behaviour 
resembles  that  of  fumaric  acid,  which  under  the  same  conditions 
yields  maleic  anhydride.  This  acid  must  therefore  be  bromo- 
finnaric  add  (Fig.  46). 

It  follows  that  the  constitution  assumed  for  these  acids  on 
stereochemical  grounds  accounts  for  their  chemical  properties. 
Another  example  which  also  supports  this  explanation  is  men- 
tioned in   195. 

Maleic  acid  can  be  converted  into  fumaric  acid  by  keeping  it 
for  some  time  at  a  temperature  above  its  melting-point;  by  bring- 
ing it  into  contact  with  hydrogen  halides  at  ordinary  temperatures; 
by  exposing  its  concentrated  solution  in  presence  of  a  trace  of 
bromine  to  the  action  of  sunlight,  a  slow  reaction  in  absence  of 
light;  by  treating  ethyl  maleate  with  small  quantities  of  iodine;  or 
by  other  means.  The  facility  of  all  these  decompositions  indicates 
that  nnaleic  acid  is  the  unstable,  and  fumaric  acid  the  stable,  modi- 
fication. Inversely,  fumaric  acid  is  converted  by  distillation  into 
maleic  anhydride.  The  mechanism  of  these  reactions  is  not  fully 
understood. 

The  last  reaction,  as  well  as  that  by  which  maleic  acid  is  trans- 
formed into  fumaric  acid  by  the  action  of  heat  alone,  can  be  explained 
by  assuming  an  exchange  of  hydrogen  and  carboxyl  at  one  of  the 
doubly-linked  C-atoms: 

H— C-<X)OH  H— C—COOH 

II  -  II  . 

H--G-COOH  HOOC— C— H 

AflSnity-constants  of  the  Unsaturated  Acids. 

.  172.  Like  the  monobasic  unsaturated  acids  (141),  the  dibasic 
unsaturated  acids  have  greater  affinity-constants  than  the  corre- 
sponding saturated  acids.  For  succinic  acid,  10*A;  =  0-665,  and 
for  fumaric  acid,  10*A;  =  9«3.  The  strength  of  acetylenedicar- 
boxylic  acid,  COOH«C=C*COOH  (obtained  by  the  interaction  of 
alcoholic  potash  and  dibromosuccinic  acid, 

COOH-CHBr— CHBr.COOH), 
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IS  about  equal  to  that  of  sulphuric  acid.  Thus,  the  presence  of 
a  double  bond,  and  even  more  of  a  triple  bond,  intensifies  the  acidic 
character.  For  maleic  acid  10*A;=117,  or  about  twelve  times  as 
much  as  for  fumaric  acid.  This  indicates  the  great  influence 
exerted  by  the  distance  between  the  carboxyl-groups  in  the  mole- 
cule upon  the  strength  of  these  acids. 

The  ionization  of  dibasic  acids  is  a  step-by-step  process.  An 
acid  H,A  first  yields  H  +HA',  and  then  on  further  dilution  HA'  is 

ionized  to  H + A''.  In  this  dissociation  remarkable  differences  have 
been  observed.  For  some  acids  the  second  stage  of  ionization  does 
not  begin  until  the  first  is  almost  complete,  but  for  other  acids  it  is 
already  begun  when  about  half  of  the  first  stage  is  over.  The  degree 
of  ionization  depends  upon  the  relative  position  of  the  carboxyl- 
groups  in  the  molecule.  The  nearer  these  groups  are  to  each  other, 
the  more  extended  is  the  first,  and  the  smaller  the  second,  stage  of 
ionization;  and  vice-^^eraa. 

This  phenomenon  is  readily  explained  by  assuming  that  the  nega- 
tive charge  of  the  anion  is  concentrated  on  the  hydroxyl-oxygen  of  the 
ionized  carboxyl-group.  During  the  ionization  of  the  first  H-atom, 
the  presence  of  one  carboxyl-group  promotes  the  ionization  of  the 
other.  This  influence  is  greatest  when  the  carboxyl-groups  are 
close  together.  Other  negative  groups  produce  a  similar  effect  (178 
and  183).  When,  however,  the  ionization  of  the  first  H-atom  is 
complete,  the  HA'-residue  is  decomposed  with  difficulty  into  H  and 
A",  on  account  of  the  attraction  exerted  by  the  negative  charge  of 
this  residue  on  any  positively-charged  H-ion  liberated,  this  attraction 
being  greatest  when  the  negative  charge  is  close  to  the  H-atom  of 
the  HA'-residue.  On  the  assumption  that  this  chaige  is  situated 
on  the  hydroxyl-oxygen  of  the  first  carboxyl-group,  its  attraction  is 
greatest  when  the  two  carboxyl-groups  in  the  non-ionized  acid  are 
in  close  proximity.  When,  however,  the  H-atom  of  the  first  car- 
boxyl-group and  the  negatively-charged  hydroxyl-ox3rgen  of  the 
HA'-residue  are  further  apart,  the  second  stage  of  the  ionization 
meets  with  less  resistance,  and  therefore  takes  place  more  readily. 

173.  Von  Baeyer  has  prepared  dibasic  acids  containing  more  than 
one  triple  bond  in  the  molecule  from  acetylenedicarboxylic  acid. 
When  heated  with  water,  its  potassium  hydrogen  salt  is  converted 
into  potassium  propiolate  (145),  with  loss  of  CO,: 

KOOC-C=C.|COr|H  -  CO,+KOOC.CECH. 
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#  When  the  copper  derivative  of  this  salt,  K(XX]J«C=Ccu  *  is  treated 
with  potassium  ferricyanide  in  alkaline  solution,  CuO  is  formed,  while 
the  two  acid-residues  simultaneously  unite  with  production  of  the 
potassium  salt  of  di€uxtylenedicarboxylic  acid, 

KOOC.C^C— (SCCOOK. 

The  potassium  hydrogen  salt  of  this  acid  also  loses  CO,  readily, 
and  the  copper  derivative  of  the  monobasic  acid  thus  formed  is 
converted  by  similar  oxidation  into  CuO  and  the  potassium  salt  of 
tetroriicetylenedicarboxylic  acid  : 

2K00C.CEC.CeCcu*  -^  KOOC.C^C.C&C.CEC.C=C.COOK. 

These  compounds  are  very  unstable,  being  decomposed  by  the  action 
of  light,  and  otherwise. 

m.  POLYBASIC  Acms. 

174.  Acids  with  three  carboxyl-groups  in  union  with  one  car- 
bon atom  are  unknown,  except  as  esters.  The  triethyl  ester  of 
methanetricarboxylic  add  is  obtained  by  the  action  of  ethyl  chloro- 
carbonate  (249)  on  diethyl  monosodiomalonate: 

C2H500CJCrTNa|CH(COOC2H6)2  =  C2H600C.CH(COOC2H6)2. 


Ethyl  ohlorooarbooate 

When  this  ester  is  saponified,  CO2  is  simultaneously  eliminated, 
malonic  acid  being  formed  instead  of  the  corresponding  tribasic 
acid.  This  is  another  instance  of  the  phenomenon  that  severai 
negative  groups  do  not  remain  in  union  with  one  carbon  atom,  two 
being  the  maximum  number  for  carboxyl  (155  and  180). 

A  description  of  the  syntheses  of  a  few  of  the  polybasic  acids 
will  afford  examples  of  the  methods  adopted  for  the  preparation 
of  compounds  of  this  class. 

Tribasic  Acids. 

175.  A  tjrpe  of  the  tribasic  acids  is  a^a'-propanetricarboxylic 
acid,  or  tricarballylic  acid,  obtainable  by  several  methods. 

1.  From  tribromhydrin  by  treatment  with  potassium  cyanide, 
and  hydrolysis  of  the  tricyanhydrin  thus  formed: 

CH2r~~"Cri — C112      CH2 — CH — CH2      CH2 CH CH2 

Br       Br     Br    ""cN      CN     CN  ~*COOH    COOH  ("OOH. 

*cu-»Cu. 
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2.  From  diethyl  disodiomalonate  and  ethyl  monochloroacetat^: 


(C2H600C)2C[Na2+2Cl  CHg •  COOC2H5 


_  C2H500C^p^CH2«C(X)C2H6    ovT_Pi 

On  saponification  of  this  ester,  an  acid  is  obtained  which  on 
beating  loses  CO2,  with  formation  of  tricarballylic  acid: 

CH2-C00H  CH2-C00H 

'       '    CH2-C00H  CH2-C00H 

176.  A  synthesis  peculiar  to  the  polybasic  acids  consists  in  the 
addition  of  ethyl  monosodiomalonate  to  the  esters  of  unsaturated 
acids,  such  as  fumaric  acid: 

NaCH.COOC2H6 
Na  CH.COOC2H6  I 

I  +11  =      CH.COOC2H5 

HC(COOC2H5)2    CH.COOC2H6  I 

CH(COOC2H5)2 

Saponification,  with  subsequent  elimination  of  CO2,  yields  tricar- 
ballylic acid.     It  melts  at  166°,  and  dissolves  readily  in  water. 

Aconitic  acidj  melts  at  191°:  it  is  a  type  of  the  unsaturated 
trihasic  acids.  It  is  obtained  from  citric  acid  (198)  through  removal 
of  water  by  heating.    The  constitution  of  aconitic  acid  is 

CH=C CH2 

COOH  COOH  COOh' 

for  on  reduction  it  is  converted  into  tricarballylic  acid. 


SUBSTITUTED  ACIDS. 


I.  HALOGEN-SUBSTirUTED  ACIDS. 

178.  The  hcUogen-^ubstituted  acids  can  be  obtained  by  the 
direct  action  of  chlorine  or  bromine  upon  the  saturated  fatty 
acids,  but  this  process  is  not  very  satisfactory.  The  monochloro- 
acids  and  monobromo-acids  are  best  prepared  by  the  action  of 
chlorine  or  bromine,  not  upon  the  acid,  but  upon  its  chloride  or 
bromide.  The  process  involves  treating  the  acid  with  phosphorus 
and  a  halogen,  the  phosphorus  halide  produced  reacting  with  the 
acid  to  form  an  acid  chloride  or  bromide,  R«COX,  which  is  then 
attacked  by  the  excess  of  halogen  present. 

Some  acids  cannot  be  thus  brominated:    such  are  trimethyl- 

acetic     acid,     (CH3)3C«COOH,     and     tetramethylsuccinic     acid, 

(CH3)2C-C00H  v,    .u        . 

.     In  these  acids  there  is  no  hydrogen  m  union 
(CH3)2C-COOH 

with  the  a-carbon  atom,  which  is  directly  linked  to  carboxyl. 

As  a  general  rule,  it  is  only  possible  to  brominate  acids  of  which 

the  a-carbon  atom  is  linked  to  hydrogen,  the  acids  formed  being 

called  a-bromo-acids.    The  constitution  of  these  is  proved  by 

converting  them  into  hydroxy-acids  (182),  which  are  shown  to  be 

a-compounds  through  their  synthesis  by  another  method. 

Halogen-substituted  acids  can  also  be  pj:epared  by  addition  of 
hydrogen  halide  or  halogen  to  the  unsaturated  acids,  or  by  the 
action  of  phosphorus  halides  on  the  hydroxy-acids.  The  iodo- 
acids  can  sometimes  be  advantageously  obtained  from  the  corre- 
sponding chloro-derivatives  by  heating  them  with  potassium  iodide. 

The  introduction  of  halogen  into  the  molecule  causes  a  marked 
increase  in  the  strength  of  an-  acid,  as  will  be  seen  from  the  table 
on  next  page  of  dissociation-constants,  lO^fc. 
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Name. 

Acetic  acid 

Monochloroacetic  acid. 
Monobromoacetic  acid. 
Monoiodoacetic  acid. . . 
Dichloroacetic  acid. . . . 
Trichloroacetic  acid. . . 

Propionic  acid 

^lodopropionic  acid.  . , 


FormuUu 


10**. 


CH,.C02H 

0-18 

CH^Cl.COaH 

15-5 

CHaBr.CO,H 

13-8 

CHal.COiH 

7.5 

CHCU.CO,H 

514 

CCU.COjH 

12100 

CH,.CH,.CO,H 

0-134 

CHJ.CH,.CO,H 

0.90 

This  table  indicates  that  the  strength  of  an  acid  is  increased  to  a 
greater  extent  by  chlorine  than  by  bromine,  and  by  bromine  than 
by  iodine,  and  that  a  marked  increase  is  occasioned  by  the  intro- 
duction of  more  than  one  chlorine  atom.  The  position  of  the  halo- 
gen atom  also  exerts  an  influence:  for  iodoacetic  acid  with  the 
I-atom  in  the  a-position  the  value  of  the  constant  is  32  times  as 
great  as  for  acetic  acid,  while  for  ^-iodopropionic  acid  10**  is  only 
7  times  as  great  as  for  propionic  acid. 

179.  The  influence  of  the  carboxyl-groups  upon  the  halogen 
atoms  is  such  that  the  properties  of  the  monohalogen'SribstitiUed 
acids  depend  chiefly  upon  the  relative  position  of  the  halogen  atom 
and  the  carbozyl-group. 

On  boiling  with  alkalis,  the  a-halogen-substituted  acids  are 
readily  converted  into  the  a-hydroxy-acids  by  exchange  of  halogen 
for  hydroxy  1: 

CHaCNCOOH-fKOH  =  KCl+CHgOH.COOK. 

Monochloroacetic  acid  Potaasium  glycoUate 

On  similar  treatment,  the  ^-halogen-substituted  acids  lose 
hydrogen  halide,  with  formation  of  unsaturated  acids: 

CH3-CHCl.CH2.COOH=CH3-CH:CH.COOH+HCl. 

i9-Chlorobutyric  acid  CrotoDic  acid 

•  The  behaviour  of  the  ^^-halogen-substituted  acids  with  sodium 
carbonate  is  very  characteristic.  When  they  are  warmed  with 
its  aqueous  solution,  hydrogen  halide  and  CO,  are  simultaneously 
eliminated  from  the  molecule,  with  formation  of  an  unsaturated 
hydrocarbon  : 

/CH, 
CH,.CH.CH|CO,N^  -  CH,.CH:CH.CH,+  NaBr  +  CO,. 


Br 


fiutylene 
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On  boiling  with  water  or  with  an  alkali-metal  carbonate^  the 
^'-halogen-substituted  acids  readily  lose  HX^  forming  lactones  (183 
and  188): 

CH3  •  CH  •  UM2  •  CH2  •  CO  — ►  CIi3«CH»CH2»CH2»CO 

L 


|Br  H|.0  « O 

ValerolaotoDe 

Chloroacetic  Adds. 

180.  Monochloroacetic  acid,  CH2C1-C00H,  is  obtained  by  the 
action  of  chlorine  upon  acetic  acid,  in  presence  of  sulphur  as  a 
chlorine-carrier.  It  is  a  crystalline  solid,  melting  at  63**.  Di-- 
chloroacetic  add,  CHC12-C00H,  and  trichlaroacetic  acid,  CCls-COOH, 
are  best  prepared  from  chloral  (204).  Trichloroacetic  acid  is  un- 
stable, and  on  boiling  with  water  decomposes  into  carbon  dioxide 
and  chloroform: 

CCl3-[C0^H  =  OCI3H+CO2. 

This  is  another  example  of  the  fact  that  "loading"  a  carbon  atom 
with  negative  elements  and  groups  renders  the  molecule  unstable. 

Adds  with  more  than  one  Halogen  Atom  in  the  Molecule. 

181.  Isomerism  in  this  type  of  compounds  may  be  occasioned 
by  a  difference  in  position  of  the  halogen  atoms  in  the  molecule. 
Addition  of  halogen  to  an  unsatiurated  acid  produces  a  compound 
with  the  halogen  atoms  linked  to  adjoining  carbon  atoms. 

The  elimination  of  hydrogen  halide  from  acids  of  this  class  affords 
a  striking  example  of  the  value  of  stereochemistry  in  explaining 
phenomena  for  which  the  ordinary  constitutional  formuisB  are  unable 
to  account.  Among  them  is  the  fact  that  in  the  series  of  unsaturated 
acids  the  di bromide  of  one  modification  loses  2HBr  very  readily, 
yielding  an  acid  with  a  triple  bond,  while  the  dibromide  of  the  other 
modification  either  does  not  react  thus,  or  only  with  difficulty.  An 
example  of  this  is  afforded  by  erucic  and  brassidic  acids,  which  have 
been  proved,  by  the  method  indicated  in  145,  to  have  the  constitution 

CeH,,.CH:CH.CMH,,.COOH. 

On  addition  of  bromine,  and  subsequent  heating  with  alcoholic 
potash  at  150°-170°,  dibromoerucic  acid  easily  loses  2HBr,  yielding 
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hehenolic  acid,  C,H,,*C^C-CiiH„«(X)OH;  whereas  one  molecule  of 
hydrobromic  acid  is  eliminated  from  dibromobrassidic  acid,  with 
production  of  a  monobromoerucic  acid.  This  diflference  is  accounted 
for  by  assigning  the  ^ans-formula  to  erucic  acid  and  the  as-formula 
to  brassidic  acid,  as  indicated  in  Figs.  47  to  52. 


C«H„t 


+  Br,« 


OuHiK'OtH 


Fia.  47. — ^Erucic  Acid. 
rran«-formi:!a. 


0,H„ 


Rotated  -^ 


CuHa-COjH 


Fia.   48. — DlBROMOERUClC 

Acid. 


C|Hj| 


-___-^O^^0^^O,H 


Fig.  49. — Dibromoekucic 
Acid. 
Each  H-atom  in  corresponding 
position  to  a  Br-atom. 


In  the  formula  for  dibromoerucic  acid,  the  tetrahedra  may  be 
rotated  so  as  to  bring  each  Br-atom  above  a  H-atom  (170),  making 
the  elimination  of  2HBr  possible  (Figs.  48  and  49):  in  that  for 
dibromobrassidic  acid,  only  one  Br-atom  and  one  H-atom  can  be 
brought  into  the  " correspondmg  positions"  to  one  another  (Figs. 
51  and  52). 
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+  Br,  s= 
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C„Hrt<30,H 


Fia.  50. — Brassidic  Acid. 
Cis-formula. 


CeH|7 


Rotated 


CiiHsi<X>tH 


CuHaOOiH 


Fia.  51. — DiBROMOBRASsiDic  Acid.      Fio.  52. — EhBROicoBRASsiDic  Acid. 

On!y  one  H-atom  in  corresponding 
position  to  one  Br-atom. 

11.  MONOBASIC  HYBROXY-ACIDS. 

182.  The  hydroxy-acids  are  substances  with  one'  or  more 
hydroxyl-groups  and  carboxyl-groiips  in  the  molecule.  The  general 
methods  for  their  formation  depend  upon  the  introduction  of 
hydroxyl-groups  and  carboxyl-groups.  They  are  produced  in  the 
following  reactions. 

1.  By  the  careful  oxidation  of  polyhydric  alcohols: 

CHs-CHOH.CH^OH  -^CHg.CHOH.COOH. 

Propyleneglycol  Lactic  acid 

2.  By  replacement  of  the  halogen  in  halogen-substituted  acids 
by  hydroxyl,  as  already  described  (156). 
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3.  By  reduction  of  the  aldehydic  acids  and  ketonic  acids,  which 
contain  both  a  carboxyl-group  and  a  carbonyl-group: 

CH3-CO-COOH+2H  =  CHa-CHOH-COOH. 

Pyroraoemic  acid  Lactic  acid  . 

4.  By  the  action  of  nitrous  acid  upon  acids  with  an  amino-group 
in  the  alkyl-residue: 

NH2-CH2-COOH+HN02  =  CH20H-COOH4-N2+H20. 

Glycine  Glycollio  acid 

5.  By  addition  of  hydrocyanic  acid  to  aldehydes  or  ketones, 
and  hydrolysis  of  the  nitrile  thus  obtained  (no,  3),  a  method  yield- 
ing only  a-hydroxy-acids: 

/^ 

C„H2„+i.CH0+HCN  -  C„H2„+i.CM^N; 

Aldehyde  \0H 

Cyaahydiia 

C„H2n+i-Of€N+2H20  =  CnHan+i-Cf-COOH+NHs- 
\0H  \0H 

Cyanhjrdrin  cr-Hydroxy-acid 

By  exchange  of  Br  for  OH,  acids  brominated  by  the  method  de- 
scribed in  178  yield  hydroxy-acids  identical  with  those  obtained 
by  this  cyanhydrin-synthesis.  It  follows  that  in  these  acids  the 
bromine  is  in  union  with  the  a-carbon  atom. 

6.  Oxidation  with  potassium  permanganate  effects  the  direct 
replacement  of  hydrogen  by  hydroxyl  in  acids  with  a  hydrogen 
atom  linked  to  a  tertiary  carbon  atom: 

g^3>cH.C00H+0  =  ^^3>C(0H).C00H. 

/•obutsrrio  acid  a-Hydroxyt«obutyrio  acid 

Properties. 

183.  Different  compounds  are  obtained  from  the  hydroxy-acids 
by  substitution  in  the  hydroxyl-group  and  carboxyl-group  respect- 
ively. When  the  H-atom  of  the  hydroxyl-group  is  replaced  by 
alkyl,  an  acid  ether  is  obtained : 

CH2OH.COOH  -^CHaOCaHg.COOH. 

Glycolllc  acid  Ethylgiycollic  acid 
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Like  an  ordinary  ether,  CnH2n+i*0»CniH2m+ii  ethylglycoUic  acid 
cannot  be  saponified.  When,  on  the  other  hand,  the  H-atom  of 
the  carboxyl-group  is  exchanged  for  alkyl,  an  ester  is  produced: 

CHaOH-COOH  -^CHaOHCOOCgHs. 

Ethyl  slyooUate 

Like  other  esters,  these  compounds  can  be  saponified. 

The  introduction  of  hydroxyl  strengthens  the  fatty  acids  to  an 
extent  dependent  on  its  position  relative  to  the  carboxyl-group;  an 
effect  analogous  to  that  produced  by  the  halogens  (178).  This  is 
indicated  by  the  table,  which  contains  the  values  of  the  dissociation- 
constant,  10*Aj,  for  several  acids. 


Name. 

Formula. 

10**. 

Acetic  acid 

CHa-COOH 

CH,OH.COOH 

CHs.CH^.COOH 

CH3.CHOH.COOH 

CH,OH.CH,.COOH 

0*180 

Glyoollic  acid  (Hydroxyacetic  acid) 

Propionic  acid 

1.52 
0-134 

Lactic  acid  (a-Hydroxjrpropionic  acid) . . 
^-HvdroxvDroDionic  acia 

1.38 
0.311 

On  heating,  the  a-hydroxy-adds  readily  lose  water,  two  mole- 
cules being  simultaneously  eliminated  from  two  molecules  of  acid: 
this  reaction  takes  place  between  the  hydroxyl-group  of  one  mole- 
cule and  the  carboxyl-group  of  the  other.    Lactic  acid  yields  lactide; 


CH3-CH|0HH|00C 

COO|H  HO)— CH-CHa 


CH3.CH.OOC 
=  2H2O+  I  I 

COO  — CH.CH3. 

Lactide 


The  formula  of  this  compound  indicates  that  it  is  a  double  ester,  its 
constitution  being  proved  by  its  behaviour  when  boiled  with  water 
or  dilute  acids:  like  the  esters,  it  is  saponified,  yielding  lactic  acid. 
^'Hydroxy-acids  readily  give  up  water,  with  formation  of  un- 
saturated acids: 


CH3-CH.GH.COOH 

I I 

[OHH] 

^-Hydroxybutyrio  acid 


HzO+CHa-CHiCH-COOH. 

Crotonic  acid 


224  ORGANIC  CHEMISTRY,  [J§  184,  185 

When  a  ^hydroxy-acid  is  boiled  with  excess  of  a  10  per  cent, 
solution  of  caustic  soda,  it  is  partly  converted  into  an  a^^-unsaturated 
acid,  and  partly  into  a  ;?;'-unsaturated  acid,  while  a  portion  remains 
unchanged.     An  equilibrium  is  thus  reached: 

R.CH:CH.CH3.COOH?=±R.CHa.CHOH.CHa.COOH5=± 
^R.CH,.CH:CH.COOH. 

If  this  reaction  is  reversible,  the  same  equilibrium  should  be  attained 
by  starting  from  the  hydroxy-acid,  or  from  either  of  the  two  unsat- 
urated acids.    FiTTiG  proved  that  this  is  actually  the  case. 

y-Hydroxy-acids  and  d-hydroxy-acids  lose  water,  with  formation 
of  inner  anhydrides,  called  lactones  (178  and  188): 

CH2*CH2*pH2*CO  CH2'CH2«CH2'C0. 

I I     =H20+I  I 

pi  H|o  6 

r-Hydroxybutyric  acid  fiutyrolaetone 

Glycollic  Acid,  C2H4O3. 

184.  Glycollic  acid  is  present  in  unripe  grapes.  It  is  usually  pre- 
pared by  treating  monochloroacetic  acid  with  caustic  potash: 

COOH-CHJClTK]QH  -  C00H.CH,0H  +  KC1. 

Glycollic  acid  is  a  crystalline  solid,  melting  at  80°.  It  is  very 
readily  soluble  in  water,  alcohol,  and  ether:  the  calcium  salt  dissolves 
with  difficulty  in  water.  When  distilled  in  vacuo,  glycollic  acid  loses 
water,  with  formation  of  glycollide: 


CH^OIH  HOICO  CH,O.CO 

I        , ^1       -2H,0+|  I 

CQO[H  HO|CH.  CO.Q.CH, 

Glycollide 

Hydrozypropionic  Acids,  C3H6O3. 

185.  Two  hydroxypropionic  acids  are  known,  differing  in  the 
position  occupied  by  the  hydroxy  1-group:  they  are  a-hydroxypro- 
pionic  acid,  CHa-CHOH-COOH,  and  ^S-hydroxypropionic  acidy 
CH2OH .  CH2  •  COOH.     The  first  is  ordinary  lactic  acid. 

a-Hydroxypropionic  acid  can  be  obtained  synthetically  by  the 
methods  described  in  182,  although  it  is  usually  prepared  by  other 
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means.  In  presence  of  an  organized  ferment,  called  the ''  lactic-acid 
bacillus/'  certain  sugars,  such  as  lactose,  sucrose,  and  dextrose, 
undergo  ''lactic  fermentation,"  the  principal  product  being  lactic 
acid.  These  bacilli  are  present,  for  example,  in  decaying  cheese, 
and  cannot  live  in  a  solution  of  lactic  acid  of  more  than  a  certain 
concentration:  to  make  fermentation  possible,  chalk  is  added  to 
neutrali25e  the  lactic  acid  formed.  Lactic  acid  can  also  be  prepared 
by  heating  dextrose  or  invert-sugar  with  caustic  soda. 

Lactic  acid  derives  its  name  from  its  presence  in  sour  milk, 
as  a  result  of  the  fermentation  of  the  lactose  present.  The  faint 
acid  odour  possessed  by  sour  milk  is  due,  not  to  lactic  acid,  but  to 
traces  of  volatile  fatty  acids  simultaneously  formed:  lactic  acid 
itself  is  odourless.  Lactic  acid  is  also  present  in  other  fermented 
substances,  such  as  "Sauerkraut";  and  in  large  quantities  in 
ensilage,  a  cattle-food  prepared  by  submitting  piles  of  grass  or 
clover  to  pressure. 

Lactic  acid  is  purified  by  distilling  the  aqueous  acid  at  very 
low  pressures  (1  nmi.),  when  it  is  obtained  as  a  crystalline  solid 
melting  at  18®.  The  commercial  product  is  a  colourless,  syrupy 
liquid  of  strongly  acid  taste,  and  contains  water.  When  heated 
imder  ordinary  pressure,  with  the  object  of  removing  water,  it  is 
partially  converted  into  the  anhydride  (183)  even  before  dehydra- 
tion is  complete:  this  can  be  detected  by  the  diminution  of  the  acid- 
equivalent  on  titration.  Its  zinc  salt  forms  well-defined  crystals 
with  three  molecules  of  water. 

The  constitution  of  lactic  acid  is  deduced  from  its  formation 
from  acetaldehyde  by  the  cyanhydrin-s}Ti thesis  (182,  5),  and  by 
the  oxidation  of  propyleneglycol.  When  lactic  acid  is  heated 
alone,  or  with  dilute  sulphuric  acid,  it  yields  acetaldehyde  and 
formic  acid : 

CH3-CH0|H>C00H|  -^CHg-CQ-f  H-COOH. 

This  decomposition  may  be  regarded  as  a  reversal  of  the  cyanhydrin- 
synthesis,  and  is  characteristic  of  many  a-hydroxy-acids. 
H 

Lactic  acid,  CHa-C-COOH,   contains  one  as>Tnmetric  carbon 

OH 
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atom.  In  accordance  with  the  principles  laid  down  in  53,  it  ought 
to  exist  in  three  isomeric  modifications,  and  all  these  are  known. 
Ordinary  lactic  acid  obtained  by  synthesis  is  racemic:  that  is, 
it  consists  of  equal  quantities  of  the  dextro-acid  and  laevo-acid, 
and  is  therefore  optically  inactive.  Dextro-lactic  acid  and  laevo- 
lactic  acid  can  be  obtained  from  the  inactive  modification  by 
methods  described  in  196,  The  dextro-rotatory  variety  is  a 
constituent  of  meat-juices,  and  is  therefore  sometimes  called 
"sarcolactic  acid." 

x86.  The  synthetic  lactic  acid  is  inactive,  and  hitherto  optically 
active  products  have  not  been  prepared  from  inactive  substances 
by  wholly  chemical  means.  Since  the  inactive  modification  con- 
sists of  equal  parts  of  dextro-rotatory  and  laevo-rotatory  substance, 
both  must  be  formed  in  equal  quantities  in  the  synthesis.  An 
explanation  of  this  phenomenon  is  afforded  by  a  consideration  of 
the  following  examples. 

The  nitrile  of  lactic  acid  is  obtained  by  the  addition  of  hydro- 
cyanic acid  to  acetaldehyde  (182,  5),  the  structural  formula  of 
which  is  represented  in  Fig.  53: 


CHs 

a 

CH3 

a 

'     CH3 

a 

C 

, d          -#               c 

^    d 

""^           c 

/Vo 

5/V^CK 

H^          «^ 

H^      c\ 

^OH 

Fig.  53. 

Fig.  54. 

Fig.  /y? 

ACETAL 

DBHYOB. 

Lactoj 

VITRILB. 

Laci'on 

riTRILB. 

The  addition  of  H-CN  can  take  place  in  two  ways,  the  oxygen 
doubly  linked  to  the  central  carbon  atom  of  the  figure  becoming 
severed  either  from  the  bond  c  or  from  d.  In  the  first  case  the 
group  CN  becomes  linked  to  c  (Fig.  54),  and  a  hydroxyl-group  is 
formed  at  d\  in  the  second  case  this  is  reversed  (Fig.  55).  The 
configurations  thus  obtained  are  mirror-images,  and  cannot  be 
made  to  coincide:  they  represent  asymmetric  C-atoms. 

The  possibility  of  the  formation  of  both  active  components  is 
thus  evident,  and  that  these  must  be  formed  in  equal  amounts  is 
made  clear  by  a  consideration  of  the  probability  of  their  formation. 
This  is  alike  for  both,  since  d  and  c  occupy  similar  positions  with 
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respect  to  a  and  6,  and  there  is  therefore  no  tendency  for  the  oxygen 
to  remain  linked  to  the  one  more  than  to  the  other. 

In  this  example  an  asynmietric  carbon  atom  has  resulted  from 
an  odtfi^ton-reaction.  An  example  of  the  formation  by  substiiution 
of  a  compound  containing  such  an  atom  is  that  of  a-bromopro- 

pionic  acid,  g  >C<QQ^^y  from  propionic  acid,  jH'^^'^COOH 
By  replacement  of  He  and  Hd  respectively,  two  acids  of  opposite 
rotation  are  produced,  the  probability  of  the  formation  of  one  being 
equal  to  that  of  the  formation  of  the  other. 

Compounds  containing  an  asymmetric  carbon  atom  can  also 
result  from  the  elimination  of  a  group,  as  in  the  formation  of  methyl- 
CH3  ^o^H 


ethylacetic  acid,  p  t?  ^^'^cOOH'  ^^^  niethylethylmalonic  acid, 

c 
C^  >C<^QQ^,  by  loss  of  CO2.    The  probability  that  this  will 


c 
CH3  .^.COOH 

d 
take  place  at  c  and  at  d  Ls  equal,  so  that  an  inactive  mixture  is 
produced. 

When  optically  active  lactic  acids  and  other  optically  active 
substances  are  stronglj*  heated,  they  are  converted  into  the  corre- 
sponding optically  inactive  form,  containing  equal  proportions  of  the 
dextro-modification  and  tevo-modification.  This  necessitates  the 
conversion  of  one-half  of  the  optically  active  substance  into  its 
optical  isomeride,  it  being  sufficient  that  two  of  the  groups  or  atoms 
linked  to  the  asymmetric  C-atom  should  change  places.  To  con- 
vert Fig.  56  into  its  mirror-image,  Fig.  57,  it  is  only  necessary,  for 


example,  for  B  and  D  to  exchange  positions.  This  can  only  happen 
through  a  severance  of  the  bonds  between  B  and  D  and  the  carbon 
atom,  for  a  period  however  brief,  followed  by  a  reunion,  either  as 
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at  first  B  to  6  and  D  to  d,  or  in  the  reverse  order  D  to  6  and  B  to  d. 
The  similarity  of  the  positions  occupied  by  b  and  d  with  respect  to 
a  and  c  makes  the  probability  of  the  union  of  B  with  b  and  D  with  d 
equal  to  that  of  the  union  of  D  with  b  and  B  with  d,  so  that  dextro- 
rotatory and  Isevo-rotatory  molecules  are  formed  in  equal  numbers, 
and  after  heating  the  substance  is  optically  inactive. 

Optical  inactivity  is  sometimes  attained  without  the  aid  of  heat 
Walden  found  that  the  dextro-rotatory  wobutyl  bromopropionate, 
CH,«CHBr.COOC4H9,  and  other  compounds  with  a  Br-atom  in  union 
with  an  asymmetric  C-atom,  became  optically  inactive  through  being 
kept  for  three  or  four  years  at  the  ordinary  temperature.  The  veloc- 
ity of  transformation  under  such  conditions,  for  most  substances  too 
small  to  be  appreciable  after  the  lapse  of  even  long  periods — ^and 
only  measurable  at  higher  temperatures,  which  have  an  accelerating 
effect  upon  most  reactions — has  for  these  compounds  a  measurable 
value. 

Lactones. 

187.  The  /--hydroxy-adds  lose  water  very  readily^  with  forma- 
tion of  lactones  (178  and  183).  So  great  is  this  tendency  that 
some .  ^-hydroxy-acids,  when  liberated  from  their  salts,  at  once 
give  up  one  molecule  of  water,  yielding  a  lactone.  This  phenome- 
non is  another  example  of  the  readiness  with  which  ring-com- 
pounds containing  four  carbon  atoms  are  formed  (169).  Many 
^-hydroxy-acids  are  not  known  in  the  free  state,  but  only  in  the 
form  of  esters,  salts,  or  amides.  The  lactones  are  stable  towards 
an  aqueous  solution  of  sodium  carbonate,  but  are  converted  by  the 
hydroxides  of  the  alkali-metals  into  salts  of  ^'-hydroxy-acids,  a 
reiaction  proving  their  constitution.  They  may  be  looked  upon  as 
the  inner  esters  of  the  hydroxy-acids. 

The  lactones  can  be  prepared  by  several  methods.  Thus, 
acids  containing  a  double  bond  at  the  /^T-position  or  ^-^-position 
(J^J^-acids  or  J^^-acids)  are  readily  converted  into  lactones  by 
warming  with  dilute  sulphuric  acid.  This  formation  of  lactones 
may  be  regarded  as  an  addition  of  the  carboxyl-group  at  the 
double  bond: 

R.dH:CH.CH2-C0  ->  R-CH-CHa-CHg-CO. 

H.A      I A 
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Unsaturated  i'r-acids  can  be  obtained  by  several  methods,  one 
being  the  action  of  aldehydes  upon  sodium  succinate  in  presence  of 
acetic  anhydride: 

CH,.cJ^  +  H.CCOOH        CH,.c5hC-C00H 


H,C.COOH  "  |0H]  \ 


Aldehyde        Succinic  acid 

By  elimination  of  one  molecule  of  water,  there  results  a  lactonic  acid, 

CH,.CH.CH.CO,H 
I       I 

CH,  . 

O— CO 
On  dry  distillation,  this  loses  CO2;  yielding  the  unsaturated  acid: 

CH.-CH.CH.ICOIH 

!      CH,  -►CH,.CH:CH.CH,.COOH. 

I       I 
O— CO 

Another  method  for  the  preparation  of  lactones  is  the  reduc- 
tion of  pketonic  acids  (235,  3).  <J-Lactones  and  £-lactones  are  also 
known. 

On  boiling  with  water,  the  lactones  are  partly  converted  into 
the  corresponding  hydroxy-acids,  the  quantity  of  acid  formed  being 
in  a  measure  dependent  upon  the  amount  of  water  present.  An 
equilibrium  is  attained  between  the  system  acid  and  lactone  + 
water: 

CH20H-CH2-CH2-COOH?=>CH2-CH2-CH2-CO+H20. 

)'-Hydroxybutyrio  acid  i  I 

I 0 

Butyrolactone 

188.  If  the  molecular  concentration  per  litre  of  the  ^-hydroxy- 
butjrric  acid  is  A,  and  if,  after  the  lapse  of  a  time  t,  x  molecules  have 
been  converted  into  lactone,  the  velocity  of  lactone-formation  at 
that  instant,  »,  is  given  by  the  equation 
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k  being  the  reaction-constant.  But  the  reverse  also  takes  place,  the 
acid  being  regenerated  from  the  lactone  and  water.  If  the  lactone 
is  dissolved  in  a  large  excess  of  water,  no  appreciable  error  is  in- 
troduced by  assuming  the  quantity  of  the  latter  to  be  constant. 
The  velocity  »'  of  this  reverse  reaction  is  then  represented  by  the 
equation 

in  which  *'  is  again  the  reaction-constant.  The  total  velocity  of 
the  lac  tone-formation  for  each  instant  is,  therefore,  equal  to  the 
difference  between  these  velocities: 

dx 
a— 5'=-jT  =  A;(.4— x)  — A^'x (1) 

When  equilibrium  is  reached,  s=s';  and  if  the  value  of  z  at  this 
point  has  become  equal  to  xi,  then 

*(A-xi)-A:'xi=0,     or    |=;^~!^.      ...     (2) 

Equations  1  and  2  can  be  solved  for  k  and  k\  The  same  method 
of  calculation  may  be  applied  to  ester-formation  from  acid  and 
alcohol,  by  which  the  reaction-constant  of  the  ester-formation,  and 
of  the  ester-decomposition,  can  be  computed. 

The  lactones  form  addition-products  wuth  hydrobromic  acid 
as  well  as  with  water,  yielding  /--bromo-acids,  the  constitution  of 
which  is  inferred  from  their  reconversion  into  lactone  (178).  The 
lactones  also  form  addition-products  with  ammonia,  yielding  the 
amides  of  the  /--hydroxy-acids. 

in.  DIBASIC  HYDROXY-ACmS. 

189.  The  simplest  dibasic  hydroxy-acid  is  tarironie  acidy 
COOH.CHOH.COOH.  It  can  be  obtained  by  the  action  of  moist 
oxide  of  silver  upon  bromomalonic  acid,  and  is  a  cr3n3taliine  solid, 
melting  at  187°  with  evolution  of  CO,.  The  glyeoUic  acid, 
CH.OH-COOH,  thus  formed,  at  once  loses  water,  yielding  a  poly- 
meride  of  glycollide  (184). 

190.  A  substance  of  greater  importance  is  malic  acid,  C4H6O5, 
which  is  present  in  various  unripe  fruits,  and  is  best  prepared  from 
unripe  mountain-ash  berries.     It  is  a  crystalline  solid,  melting  at 
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lOO**,  and  is  readily  soluble  in  water  and  in  alcohol.  Natural 
malic  acid  is  optically  active. 

It  is  possible  to  prove  in  several  ways  that  malic  acid  is  hydroxy- 
succinic  acid,  CC)OH-CHOH-CH2-COOH.  Among  these  are  its 
reduction  to  succinic  acid  by  heating  with  hydriodic  acid,  its  con- 
version into  monochlorosuccinic  acid  by  the  action  of  phosphorus 
pentachloride,  and  so  on.  Its  alcoholic  character  is  indicated  by 
the  formation  of  an  acetate  when  its  diethyl  ester  is  treated  with 
acetyl  chloride. 

The  conversion  of  malic  acid  under  the  influence  of  heat  into 
fumaric  acid  and  maleic  acid  has  been  already  mentioned  (170). 
In  addition  to  the  natural  laevo-rotatory  acid,  both  a  dextro-rota- 
tory and  an  inactive  modification  are  known.  The  latter  can  be 
resolved  by  fractional  crystallization  of  its  cinchonine  salt  into  its 
two  optically  active  components.  As  indicated  by  its  structural 
formula,  malic  acid  contains  an  as3rmmetric  C-atom. 

Tartaric  Acids,  C4H6O6. 

igx.  Foiu"  acids  of  the  composition  C4H6O6  are  known,  all  with 
the  constitutional  formula 

COOH-CHOH-CHOH-COOH. 

They  are  called  dextrorotatory  tartaric  acid,  Icevo-rotatory  tartaric 
add,  racemic  add,  and  mesotartaric  add:  the  last  two  are  optically 
inactive.  Their  constitution  is  proved  by  their  formation  from  the 
dibromosuccinic  acids— obtained  from  fumaric  acid  or  maleic  acid 
by  the  action  of  bromine — ^by  boiling  their  silver  salts  with  water, 
as  well  as  by  their  production  from  glyoxal  (202)  by  the  cyan- 
hydrin  synthesis.  The  inactive  modifications  are  produced  by 
these  reactions  (186). 

In  accordance  with  the  constitutional  formula  given  above,  the 
tartaric  acids  contain  two  asymmetric  C-atoms  in  the  molecule, 
and  it  is  necessary  to  consider  how  many  stereoisomerides  are  theo- 
retically possible. 

The  formula  of  such  a  substance  can  be  represented  by 
C(abc) — Cidef).  The  groups  linked  to  the  asymmetric  C-atoms  are 
in  this  general  formula  dissimilar:  the  two  asymmetric  C-atoms  are 
assumed  to  be  unlike.  Since  the  mode  of  arrangement  of  the 
groups  relative  to  each  of  these  C-atoms  results  in  dextro-rotation 
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and  laBvo-rotation  respectively,  the  combinations  possible  in  the 
molecule  of  a  substance  containing  two  asymmetric  C-atoms  are: 

1  2  3  4 

C(ahc)         Dextro        Dextro        Lsbvo  Lsbvo 


i 


(def)  Dextro        Laevo  Laevo  Dextro 

There  are,  therefore,  four  isomerides  possible,  apart  from  the  op- 
tically inactive  modifications  containing  equal  quantities  of  two 
of  these  (1  and  3,  2  and  4). 

Since  tartaric  acid,  however,  contains  two  similar  asymmetric 
C-atoms,  that  is  asymmetric  C-atoms  in  union  with  similar  groups, 
2  and  4  become  identical,  leaving  so  far  three  isomerides  possible. 
1  and  3  being  able  to  unite  to  form  a  racemic  compoimd,  the  total 
number  of  possible  isomerides  is  raised  to  four: 

12  3  4 

CH(OH)(COOH)     Dextro    Dextro    L^vo    i^^.i^^ combina- 

tion  of  1  and  3 


i 


!H(OH)(C(X)H)     Dextro    Laevo       Laevo 

The  four  tartaric  acids,  C4H6O6,'  correspond  in  prop)erties  with 
the  four  theoretically  possible  isomerides.  Dextro-'tartaric  acid 
and  laevo-tartaric  acid  must  be  represented  respectively  by  1  and 
3,  since  in  these  both  C-atoms  rotate  the  plane  of  polarization  in 
the  same  direction,  and  should  therefore  reinforce  each  other's 
influence.  The  optically  inactive  mesotartaric  acid  is  represented 
by  2:  its  two  asymmetric  C-atoms  rotate  the  plane  of  polarization 
equally,  but  in  opposite  directions,  and  thus  neutralize  each  other's 
efifect.     Finally,  isomeride  4  is  racemic  acid. 

An  important  difference  exists  between  the  two  optically  in- 
active isomerides,  racemic  acid  and  mesotartaric  acid.  The  former, 
obtained  by  mixing  equal  quantities  of  the  dextro-acid  and  laevo-acid. 
can  be  resolved  into  its  components:  the.  latter,  consisting  only  of 
one  kind  of  molecules,  cannot  be  resolved.  The  rotation  caused  by 
the  dextro-acid  is  equal  in  amount  but  opposite  in  sign  to  that 
due  to  the  laevo-acid. 

Emil  Fischer  has  introduced  a  simple  mode  of  writing  the 
spacial  formulae  of  optically  active  compounsd,  .of  which  frequent 
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use  will  be  made  later.    The  representation  in  space  of  two  Oatoms 

Cabc 
in  union,  in  a  compound  |       ,  is  shown  in  Fig.  58  (169). 

Cabc 

by 
-0 


/"        'b 

Fig.  58.  Fig.  59. 

If  the  two  bonds  uniting  the  two  carbon  atoms  are  supposed  to 
lie  in  the  plane  of  the  paper,  then  the  positions  of  a  and  c  are  to 
the  back,  and  of  6  to  the  front.  If  a,  5,  and  c  are  imagined  to  be 
projected  upon  the  plane  of  the  paper,  and  a  and  c  simultaneously 
so  altered  in  position  that  they  lie  in  the  same  straight  line  at 
right  angles  to  the  vertical  axis,  and  6  lies  in  this  axis  producedj 
then  projection-figure  I.  is  obtained : 


6 

a c 

a c 


c 6 


a 
II. 


If  Fig.  58  is  rotated  round  its  vertical  axis,  so  that  a,  for  example  lies 
in  front  of  the  plane  of  the  paper,  Fig.  59  results,  its  projection  being  repre- 
sented by  II.     These  apparently  different  configurations  are  identical. 

For  a  chain  of  four  carbon  atoms  there  is  obtained  analogously 
the  projection-figure 
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This  will  be  understood  if  it  is  imagined  that  the  figures  on  p.  206 
(Fig.  33)  are  so  placed  that  the  plane  in  which  the  carbon  bonds 
lie  is  at  right  angles  to  that  of  the  paper,  and  the  figures  in  this 
position  are  projected  in  the  manner  just  described. 

The  projection-formulflB  for  the  four  isomeric  tartaric  acids  are 
thus  obtained.  If  the  projection-figure  for  two  asymmetric 
C-atoms  is  divided  in  the  middle  of  the  vertical  line,  and  the  upper 
half  of  the  figure  rotated  through  180®  in  the  plane  of  the  paper, 
the  similar  grouping  of  HO,  H,  and  COOH  about  the  asymmetric 
C-atoms  in  both  halves, 


HO- 


-H    and    HO- 


-H, 


COOH  COOH 

indicates  that  both  C-atoms  rotate  the  plane  of  polarization  in  the 
same  direction.  We  shall  arbitrarily  assume  that  this  grouping 
occasions  dextro-rotation. 

When  the  two  carbon  atoms  are  again  united  by  transposing 
one  of  the  halves  in  the  plane  of  the  paper,  the  figure 

COOH 


HO- 


-OH 


COOH 

results,  and  is  therefore  the  projection-formula  for  the  dextro- 
rotatory ficid. 

The  grouping  with  respect  to  the  two  C-atoms  in  the  tevo- 
rotatory  acid  must  be  the  mirror-image  of  that  in  the  dextro- 
ortatory  (53):  thus, 


H- 


-OH    and    H- 


COOH 


-OH. 


COOH 
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The  combination  of  these  two  gives  the  projection-fonnula 

COOH 


HO- 


-H 
-OH 


COOH 

for  the  Iffivo-rotatory  acid. 

These  representations  of  the  constitutions  of  dextro-tartaric 
acid  and  tevo-tartaric  acid  cannot  be  made  to  coincide  by  altering 
their  position  in  the  plane  of  the  paper,*  and  are  therefore  different. 

When  the  acid  contains  a  dextro-rotatory  and  a  laevo-rotatory 
C-atom,  as  in  mesotartaric  acid,  the  arrangement  of  the  groups 
will  be 


Dextro 


Lflevo 


HO- 


-OH, 


COOH 
and  their  projection-formula 

HO- 


COOH 


HO- 


COOH 
— H 
— H 


COOH 


*  These  projection-fonnulte  can  be  made  to  coincide  by  rotating  one  of 
them  through  180^  about  the  line  HO — H.  It  will  be  seen  from  a  model, 
however,  that  the  spacud  formulsB  cannot  be  made  to  coincide  by  this  treat- 
ment. To  determine  whether  this  is  possible  for  spacial  formube  by  means 
of  projection-fotmulie,  it  is  only  admissible  to  transpose  the  latter  in  the 
plane  of  the  paper. 
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The  projection-formula  for  racemic  acid  is 


Dextro 

COOH 


HO- 


-OH 


-H 


COOH 


Lsvo 
COOH 


HO- 


-H 
-OH 


COOH 


Deztro-tartaric  Acid. 

192.  Potassium  hydrogen  drtartrate,  C4H5O6K,  is  present  in  the 
juice  of  grapes,  and  during  alcoholic  fermentation  is  deposited  on 
the  bottom  of  the  casks,  being  even  more  sparingly  soluble  in  dilute 
alcohol  than  in  water.  The  crude  product  is  called  ''argol  ";  when 
purified,  it  is  known  as  ''cream  of  tartar."  To  obtain  dextro- 
tartaric  acid,  the  crude  argol  is  boiled  with  hydrochloric  acid,  and 
the  acid  precipitated  as  calcium  tartrate,  CaC4H406,  with  milk  of 
lime.  After  washing,  the  calcium  salt  is  treated  with  an  equivalent 
quantity  of  sulphuric  acid,  which  precipitates  calcium  sulphate  and 
sets  free  the  tartaric  acid:  this  can  be  obtained  by  evaporation  in 
the  form  of  large,  transparent  crystals,  without  water  of  crystalliza- 
tion, and  having  the  composition  C4H6O6. 

Dextro-tartaric  acid  melts  at  170^,  is  very  readily  soluble  in 
water,  to  a  less  extent  in  alcohol,  and  is  insoluble  in  ether.  When 
heated  above  its  melting-point  at  atmospheric  pressure,  it  loses 
water  and  yields  various  anhydrides,  according  to  the  intensity 
and  duration  of  the  heating.  On  stronger  heating,  it  turns  brown, 
with  production  of  a  caramel-like  odour,  and  at  a  still  higher  tem- 
perature chars,  with  formation  of  pyroracemic  and  pyrotartaric 
acids.  It  can  be  converted  into  succinic  acid  by  the  action  of 
certain  bacteria. 

In  addition  to  the  potassium  hydrogen  tartrate  may  be  men- 
tioned the  normal  potassium  salt,  C4H4O6K2,  which  is  readily  soluble 
in  water,  and  potassium  antimonyl  tartrate, 

2[COOK.CHOH.CHOH.COO(SbO)]+H20. 

On  accoimt  of  its  medicinal  properties,  the  latter  is  known  as  "tar- 
tar emetic."  It  is  obtained  by  boiling  potassium  hydrogen  tartrate 
with  antimony  oxide  and  water,  and  is  readily  soluble  in  water. 
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The  precipitation  of  hydroxides  from  metallic  salts — ^f or  example, 
copper  hydroxide  from  copper  sulphate — is  prevented  (i6i)  by 
the  presence  of  tartaric  acid.  The  liquid  obtained  by  dissolving 
copper  sulphate,  tartaric  acid,  and  excess  of  caustic  potash  in 
water  is  called  *'Fehling*s  solution."  It  is  an  important  means 
of  testing  the  reducing  power  of  compoimds,  since  reducing  agents 
precipitate  yellowish-red  cuprous  oxid6,  or  its  hydroxide,  from  the 
dark-blue  solution.  In  this  alkaline  copper  solution  the  hydroxy  1- 
groups  of  the  central  C-atoms  have  reacted  with  the  copper 
hydroxide,  since  one  gramme-molecule  of  neutral  alkali  tartrate  can 
dissolve  one  gramme-molecule  of  copper  hydroxide.  These  copper 
alkali  tartrates  have  also  been  obtained  in  a  crystalline  form:  thus, 
the  compound  C4H206Na2Cu+2H20  is  known,  and  must  have  the 
constitutional  formula 

^      O.CH.COONa      ,,  ^ 
Cu<      .  +2H2O. 

O.CH.COONa 

Experiment  has  proved  that  in  aqueous  solution  this  compound 

.    .     .     J  .    x^         J  xi_  I  .      ^      O.CH.COO'     ^. 

isiomzed  to  !Na-  and  the  complex  anion  Cu<      .  .     First. 

O.CH.COO' 

the  reactions  of  the  solution  are  no  longei  those  of  copper  ions: 

although  the  liquid  is  alkaline,  copper  hydroxide  is  not  precipitated^ 

Second,  on  electrolysis  the  copper  goes  towards  the  anode.     This  has 

been  studied  by  Kuster  by  the  aid  of  the  apparatus  shown  in  Fig* 

60.    One  U-tube  contains  copper.-sulphate  solution  at  b;  the  other. 


^.-jTx 


K^ 


-  + 


V^ 


Fig.  60. — ^EugcmoLTSis  of  an  Alkaline  Copper  SoLTPnoN* 


Fbhung's  solution  at  d:  into  both  limbs  of  each  is  then  carefully 
poured  a  solution  of  sodium  sulphate,  a  and  c.  The  common  sur- 
faces of  the  sodiimiHsulphate  and  copper-sulphate  solutions  in  the 
two  U-tubes  lie  in  the  same  horizontal  plane.  When  an  electric 
current  is  passed  through  the  tubes,  preferably  arranged  in  parallel, 
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and  not  in  series,  a  different  effect  is  produced  on  the  level  of  the 
surfaces  of  the  copper  solutions  in  each  tube.  In  the  copper-sulphate 
solution  a  rise  takes  place  at  the  cathode,  since  the  Cu-ions  are 
cathions,  and  tend  towards  the  cathode.  The  reverse  effect  is 
observed  in  the  Fehlinq's  solution,  indicating  that  in  it  the  copper 
is  a  constituent  of  the  anion.  The  arrows  in  the  figure  show  the 
direction  in  which  the  ions  in  each  solution  tend. 

Moreover,  the  colour  of  Fbhuno's  solution  is  a  much  more  in- 
tense blue  than  that  of  a  coppernsulphate  solution  of  equivalent 
concentration,  this  being  evidence  of  the  presence  in  Fehling's 
solution  of  a  complex  ion  containing  copper. 

Fehling's  solution  decomposes  gradually,  so  that  it  is  best  pre- 
pared as  required.  Ost  has  discovered  a  much  more  stable  alkaline 
copper  solution,  applicable  to  the  same  purposes  as  that  of  Fehling. 
It  is  a  mixture  of  copper  sulphate  with  potassium  hydrogen  carbon- 
ate and  potassium  carbonate,  and  contains  a  soluble  double  carbon- 
ate of  copper  and  potassium. 

Lsevo-tartaric  Acid. 

IjBvoAartaric  add  is  obtained  from  racemic  acid.  With  two 
exceptions,  the  properties  of  the  laevo-acid  and  its  salts  are  identical 
with  those  of  the  dextro-modification  and  its  salts.  First,  their 
rotatory  power  is  equal,  but  opposite  in  sign:  second,  the  salts 
formed  by  the  laevo-acid  with  the  optically  active  alkaloids  differ 
in  solubility  from  those  derived  from  the  dextro-acid  (196). 

Racemic  Acid. 

193.  It  is  stated  in  186  that  optically  active  substances  can  be 
converted  by  the  action  of  heat  into  optically  inactive  compoimds; 
that  is,  changed  into  a  mixture  of  the  dextro-modification  and 
laevo-modification  in  equal  proportions.  This  change  is  often  facili- 
tated by  the  presence  of  certain  substances:  thus,  dextro-tartaric 
acid  is  readily  converted  into  racemic  acid  by  boiling  with  excess 
of  a  concentrated  solution  of  caustic  soda.  Mesotartaric  acid  is 
simultaneously  formed  (194)- 

The  optical  inactivity  is  occasioned  by  conversion  of  one  half  of 
the  dextro-acid  into  the  laevo-modification.  If  formula  I.  represents 
the  dextro-acid,  then  formula  II.  wiU  correspond  with  the  laevo-acid; 
and  the  formulse  indicate  that  the  exchange  of  groups,  by  which  an 
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active  compound  is  converted  into  its  optical  isomeride  (i86),  must 
in  this  instance  take  place  at  both  asymmetric  C-atoms,  in  order  that 
the  dextro-acid  may  yield  its  Isevo-isomeride. 


H- 


HO- 


COOH 


-OH 
-H 


COOH 


HO- 


H- 


CX)OH 


-H 
-OH 


COOH 
11. 


Racemic  acid  is  not  so  soluble  in  water  as  the  two  optically 
active  acids,  and  differs  in  crystalline  form  from  them:  the  crystals 
have  the  composition  2C4H606-h2H20.  In  many  of  its  salts  the 
amoimt  of  water  of  crystallization  differs  from  that  in  the  corre- 
sponding optically  active  salts.  Racemic  acid  is  proved  to  consist 
of  two  components  by  its  synthesis  from  solutions^  of  the  dextro- 
acid  and  the  tevo-acid.  If  the  solutions  are  concentrated,  heat  is 
developed  on  mixing,  and  the  less  soluble  racemic  acid  crystallizes 
out.  Racemic  acid  can  also  be  resolved  into  the  two  optically 
active  modifications  (196). 

Although  racemic  acid  in  the  solid  state  differs  from  both  dextro- 
tartaric  acid  and  tevo-tartaric  acid,  yet  in  solution,  or  as  ester  in 
the  state  of  vapour,  it  is  only  a  mixture  of  them.  The  cryoscopic 
depression  produced  by  it  corresponds  with  the  molecular  formula 
C4H6O6;  and  the  vapour-density  of  its  ester  to  single,  instead  of 
to  double,  molecules. 

The  term  "racemic  "  is  applied  to  substances  which  consist  of 
isomerides  of  equal  and  opposite  rotatory  power  in  equimolecular 
proportions,  and  are  therefore  optically  inactive.  This  phenomenon 
was  first  observed  by  Pasteur  in  his  researches  on  racemic  acid 
(196). 

Mesotartaric  Acid. 

ig4«  Like  racemic  acid,  mesotartaric  acid  is  optically  inactive, 
but  cannot  be  resolved  into  optically  active  components.  It  is 
formed  when  dextro-tartaric  acid  is  boiled  for  several  hours  under 
a  reflux-condenser  with  a  large  excess  of  caustic  soda  (193). 
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If  formula  I.  is  assigned  to  dextro-tartaric  acid,  it'is  evident  that 
to  convert  it  into  mesotartaric  acid,  formula  II.,  it  is  only  necessary 

CXX)H  CXX)H 


H- 


HO- 


-OH 
-H 


HO- 


HO- 


OOOH 
I. 


-H 


OOOH 
II. 


for  two  groups  in  union  with  a  single  asymmetric  C-atom  to  change 
places,  while  racemic  acid  can  only  result  through  exchange  of  the 


COOH 


20N 


CO'OH 


Fig.  61. — MalbIc  Acid. 
COOH     H 


or 


^co-OH     ^'^'^zzz:^^;;:::^^oo^OR 

H  OH 

Fig.  62. — Mesotartaric  Acid.     Fig.  63. — Mesotartaric  Acid. 

groups  linked  to  both  C-atoms.    This  affords  an  explanation  of  the 
fact  that  when  dextro-tartaric  acid  is  heated  with  dilute  hydrochloric 


CO-OH 
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acid,  or  boiled  with  dilute  caustic  soda,  mesotartaric  acid  is  first 
formed,  and  racemic  acid  only  after  prolonged  heating. 

Potassium  hydrogen  mesotartraie  is  readily  soluble  in  cold  water, 
differing  in  this  from  the  corresponding  salts  of  the  other  tartaric 
acids. 

195.  This  view  of  the  structure  of  the  tartaric  acids  is  in  complete 
accord  with  their  relation  to  f  umaric  acid  and  maleic  acid  ( x  70 ),  which, 
on  treatment  with  a  dilute  aqueous  solution  of  potassium  perman* 
ganate,  yield  respectively  racemic  acid  and  mesotartaric  acid  by  addl* 


HO-OC 


2(0H), 


i3C0-0H 


Fig.  64. — Fumaric  Acid, 
H    HOOO 


CO«OH 


CO-OH 


H  OH 

Fig.  65. — Racemic  Acid. 

tion  of  two  hydroxyl-groups.  Addition  of  20H  to  maleic  acid  may 
result  from  the  severance  of  the  bond  1:1'  or  2:2'  in  Fig.  61,  with 
production  of  the  configurations  represented  in  Figs.  62  and  63. 
The  projection-formulae  corresponding  to  Figs.  62  and  63  are 
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HO- 


HO- 


-OOOR  Br 

and 


-COOH 


H- 


-COOH 


-COOH 


I. 


OH 
II. 


These  apparentiy  different  configurations  are  identical,  as  becomes 
evident  on  rearranging  I.  (p.  233): 


OH 


OOOH- 
COOH- 


-H 
-H 


OH 

If  the  last  projection-formula  is  rotated  in  the  plane  of  the  paper 
through  180°,  it  will  coincide  with  II.  A  comparison  of  this  scheme 
with  that  in  t94  shows  it  to  be  the  configuration  representing  meso- 
tartaric  acid.  It  follows  that  addition  of  two  hydroxyl-groups  to 
maleic  acid  produces  only  mesotartaric  acid. 

A  different  result  is  obtained  by  addition  of  two  OH-groups  to 
fimiaric  acid,  as  is  indicated  by  Figs.  64  and  65. 

Severance  of  the  bonds  1 : 1'  or  2:2'  by  addition  yields  two  con- 
figurations which  cannot  be  made  to  coincide  by  rotation.  Tliis  is 
made  clearer  by  the  projection-formuls 
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These  projection-fonnulie  are  identical  with  the  configurations  repre- 
senting dextro-tartaric  and  l»vo-tartaric  acid  (p.  236). 

Racemic  Substances,  and  their  Resolution  into  Optically  Active 

Constituents. 

196.  Optically  active  isomeridee  display  no  difFerence  in  their 
physical  or  in  their  chemical  properties,  except  the  rotation  of  the 
plane  of  polarized  light  in  opposite  directions,  and  certain  physio- 
logical effects  not  yet  explained.  They  have,  therefore,  the  same 
solubility,  boiling-point,  and  melting-point;  their  salts  crystallize 
with  the  same  nimiber  of  molecules  of  water  of  crystallization;  and 
so  on.  It  follows  that  the  resolution  of  an  optically  inactive 
substance  into  its  optically  active  components  cannot  be  effected 
by  the  ordinary  methods,  since  these  are  based  on  differences  in 
physical  properties. 

Pasteur  has  devised  three  methods  for  effecting  this  resolution. 
The  first  depends  upon  the  fact  that  racemates  sometimes  crystal- 
lize from  solution  in  two  forms,  one  corresponding  to  the  dextro- 
salt,  and  the  other  to  the  lavo-salt:  these  can  be  mechanically  sep- 
arated. Pasteur  effected  this  for  sodium  ammonium  racemate, 
C8H80i2Na2(NH4)2  +2H2O.  Later,  van  't  Hopf  proved  that  crys- 
tals of  the  dextro-tartrate  and  laevo-tartrate  are  only  obtained  from 
this  solution  at  temperatures  below  28°,  the  transition-point  for 
these  salts  ("Inorganic  Chemistry,"  70): 

2Na(NH4)C4H406  •  4H2O  ^  CgHsOi  2Na2(NH4)2  •  2H2O  +6H2O. 

I>extro-+lfl)vo-Na-NH4-tartrate  Na-NH4-raoeiuate 

Fig.  66  represents  the  crystal-forms  of  the  two  tartrates,  the 
difference  between  them  being  due  to  the  positions  of  the  planes 
a  and  5.  The  crystal-forms  are  mirror-images,  and  cannot  be 
made  to  coincide. 

Pasteur's  second  method  of  resolution  depends  upon  a  differ- 
ence in  solubility  of  the  salts  formed  by  the  union  of  optically  active 
acids  with  optically  active  bases.  When  a  dextro-acid  or  a  tevo- 
acid  is  united  with  an  optically  inactive  base,  as  in  the  metallic 
salts,  the  internal  structure  of  the  molecule  remains  imchanged: 
the  constitution  of  the  salt-molecules,  like  that  of  the  free  acids,  can 
be  represented  by  configurations  which  are  mirror-images.    But  it 
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is  otherwise  when  the  dextro-acid  and  the  tevo-acid  are  united 
with  an  optically  active  (for  example,  a  dextro-rotatory)  base:  the 
configurations  of  the  salt-molecules  are  then  no  longer  mirror- 
images,  and  identity  of  physical  properties  must  of  necessity  cease. 
Racemic  acid  can  be  thus  resolved  by  means  of  its  cinchonine 
salt,  since  cinchonine  tevo-tartrate  is  less  soluble  than  the  dextro- 
tartrate,  and  crystallizes  out  from  solution  first.  Strychnine  can 
be  advantageously  employed  in  the  resolution  of  lactic  acid,  and 
other  similar  examples  might  be  cited. 


^ 


> 


Fio.  66. — CrystaltFOrms  of  the  Sodium  Ammonium  Tartrates. 

The  conversion  of  enantiomorphic  isomerides  into  derivatives 
with  configurations  which  are  no  longer  mirror-images  of  one  an- 
other can  be  otherwise  efTected:  thus,  for  acids,  by  the  formation 
of  an  ester  with  an  optically  active  alcohol.  The  velocity  of  ester- 
formation  with  an  optically  inactive  alcohol  must  be  the  same  for 
both  isomerides,  on  account  of  the  perfectly  symmetrical  structure 
of  the  esters  formed;  but  with  an  optically  active  alcohol  the  two 
isomerides  are  not  esterified  at  the  same  rate,  since  the  compounds 
formed  are  no  longer  mirror-images  of  one  another.  Marckwald 
found  that  when  racemic  mandelic  acid  (346,  3)  is  heated  for  one 
hour  at  155°  with  menthol  (360),  an  active  alcohol,  the  non-esterified 
acid  is  Isevo-rotatory. 

The  third  method  of  fission  devised  by  Pasteur  depends  on 
the  action  of  mould-fungi  (PeniciUium  glaucum)j  or  of  bacteria. 
Thus,  when  racemic  lactic  acid  in  very  dilute  solution  is  treated 
with  the  Bacillus  acidi  Icpvolactid,  after  addition  of  the  necessar}' 
nutriment  for  the  bacteria,  the  optically  inactive  solution  becomes 
Isevo-rotatory,  since  only  the  dextro-rotatory  acid  is  converted  by 
the  bacilli  into  other  substances.  A  dilute  solution  of  racemic  acid, 
into  which  traces  of  the  mould-fungus  PeniciUium  glaucum  have 
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been  introduced,  becomes  tevo-rotatory,  the  fungus  propagating 
itself  with  decomposition  of  the  dextro-rotatory  acid. 

The  second  and  third  methods  of  resolution  are  alike  in  prin- 
ciple. During  their  growth  the  bacteria  and  fungi  develop  sub- 
stances called  enzymes  (222),  which  decompose  compounds  by 
means  hitherto  unexplained.  These  enzymes  are  optically  active; 
hence,  a  difference  in  their  action  on  the  optical  isomerides,  analo- 
gous to  that  described  in  the  previous  paragraph,  is  to  be  expected. 

197.  When  a  racemic  substance  is  liquid  or  gaseous,  it  consists 
only  of  a  mixture  of  the  two  enantiomorphic  isomerides:  an  ex- 
ample of  this  is  afforded  by  racemic  acid  in  solution  and  in  the 
form  of  esters  (193).  If  the  substance  is  crystalline,  there  are  three 
possibilities. 

First,  the  individual  crystals  may  be  dextro-rotatory  or  Isevo- 
rotatory,  so  that  the  two  modifications  can  be  mechanically 
separated.  This  is  expressed  by  the  statement  that  the  racemic 
substance  is  a  conglomerate  of  the  isomerides. 

Second,  it  may  be  a  true  compound  of  the  dextro-modification 
and  Isevo-modification,  a  racemic  compound  or  racemoid,  its  forma- 
tion being  comparable  to  that  of  a  double  salt,  when  a  solution 
containing  two  salts  is  allowed  to  crystallize  under  certain  conditions. 

The  third  possibility  is  also  analogous  to  the  crystallization  of 
salt-solutions,  whereby  crystals  are  sometimes  obtained  containing 
both  salts,  but  in  proportions  varying  in  different  crystals.  It 
sometimes  happens  that  the  salts  crystallize  together  in  all  propor- 
tions, but  usually  these  can  vary  only  between  certain  limits.  This 
simultaneous  crystallization  of  salts  yields  the  so-called  mixed  crys- 
tola;  and  optical  isomerides  produce  pseudoracemic  mixed  crystals. 

The  variety  of  crystals  obtained  from  a  given  solution  or  fused 
mass  of  a  racemic  substance — a  conglomerate,  a  racemic  compound, 
or  pseudoracemic  mixed  crystals — depends  upon  the  temperature 
of  crystallization,  and  upon  other  conditions.  An  example  of  this 
is  afforded  by  sodium  ammonium  racemate  (196):  when  concen- 
trated above  28®  the  racemate  cr\'stallizes  from  the  solution  of  this 
salt;  below  this  temperature  a  mixture  of  the  individual  tartrates 
— the  conglomerate — is  obtained. 

Bakhuis  Roozeboom  has  indicated  a  method  of  distinguishing 
between  these  three  classes  of  compounds.  For  a  conglomerate, 
this  is  simple.    A  saturated  solution  is  made:  it  must  be  optically 
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inactive,  and  saturated  alike  for  the  dextro-rotatory  and  for  the 
IfiBvo-rotatory  body.  If  now  the  solid  dextro-compound  or  laevo- 
compound  is  added,  and  the  mixture  agitated,  nothing  more  will 
dissolve,  the  liquid  being  already  saturated  with  respect  to  the  two 
isomerides:  the  amount  of  dissolved  substance  is  still  the  same,  and 
the  solution  remains  optically  inactive.  On  the  other  hand,  if  a 
racemic  compoimd  was  present,  although  the  solution  was  saturated 
in  the  first  instance  with  regard  to  this,  it  is  unsaturated  with  re- 
spect to  the  two  optically  active  modifications:  addition  of  the 
solid  dextro-rotatory  or  Isevo-rotatory  substance  will  cause  a  change 
in  the  total  quantity  of  solid  dissolved,  and  the  liquid  will  become 
optically  active.  Less  simple  methods  are  sometimes  necessary  to 
detect  pseudoracemic  mixed  crystals. 

IV.  POLYBASIC  HYDROXY-ACroS. 

198.  Of  these  acids  it  will  be  sufficient  to  describe  the  tribasic 
citric  acidy  CeHgOj,  which  is  widely  distributed  in  the  v^etable 
kingdom,  and  is  also  found  in  cows'  milk.  It  is  prepared  from  the 
juice  of  unripe  lemons,  which  contains  6-7  per  cent.  Tricalcium 
citrate  dissolves  readily  in  cold  water,  but  very  slightly  in  boiling 
water:  this  property  is  employed  in  the  separation  of  the  acid  from 
lemon-juice,  it  being  obtained  in  the  free  state  by  addition  of  sul- 
*  phuric  acid  to  the  citrate.  Another  technical  method  for  its  prepa- 
ration depends  upon  the  fact  that  certain  mould-fungi  (Citromyces 
pfefferianus  and  C.  glaher)  produce  considerable  quantities  of  citric 
acid  from  dextrose  or  sucrose. 

Citric  acid  can  be  obtained  synthetically  by  a  method  prov- 
ing its  constitution.  On  oxidation,  symmetrical  dichlorhydrin, 
CH2C1«CH0H«CH2C1  (162),  is  transformed  into  symmetrical 
dichloroacetone,  CH2CI  •  CO  •  CH2CI.    The  cyanhydrin-synthesis  con- 

/OH 
verts  this  into  CH2C1-C^CH2C1,  and  hydrolysis  yields  the  hydroxy- 
\CN 
/OH 
acid,  CH2CI-C^CH2C1.     On   treatment  of  this  compound  with 

\COOH 
potassium  cyanide,  a  dicyanide  is  formed,  which  can  be  hydro- 
lyzed  to  citric  acid : 
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CH2-CN         CHg-COOH 

V^COOH'^V    COOH   ' 
CH2-CN         CH2-C00H 

The  alcoholic  character  of  citric  acid  is  indicated  by  the  forma- 
tion of  an  acetyl-compound  from  triethyl  citrate  and  acetyl  chloride. 

Citric  acid  forms  well-deiined  crystals  containing  one  molecule 
of  water  of  crystallization,  and  is  readily  soluble  in  water  and  alco- 
hol It  loses  its  water  of  crystallization  at  130^,  and  melts  at  153^. 
It  is  employed  in  the  manufacture  of  lemonade,  and  in  calico- 
printing. 

V.  AMINO-ACIDS. 

igg.  The  amiruHicids  contain  one  or  more  amino-groups  in 
direct  union  with  carbon.  They  are  of  physiological  importance, 
since  many  are  decomposition-products  of  proteids,  and  some  are 
natural  products.    They  afe  synthesized  by  several  methods. 

1.  By  the  action  of  the  halogen-substituted  fatty  acids  on 
ammonia,  a  method  analogous  to  the  formation  of  amines: 


HgNlHTcIJHaC'COOH  =  HaN-CHg-COOH+HCL 


2.  By  reduction  of  oximes  with  sodium  amalgam: 
R.C(N0H).C00H+4H  =  R-CHNHg-COOH+HgO. 

This  is  a  method  of  converting  ketonic  acids  into  amino-acids. 

3.  a-Amino-acids  are  formed  by  the  action  of  ammonia  upon 
the  cyanhydrins  of  aldehydes  or  ketones,  and  subsequent  hydrolysis 
of  the  nitrile-group : 

.H  /H 

CH3.CC      ->CH3-C(-0H;     +NH3-> 


< 


\cn' 

Aoetaldeliyde  Lactonitriie 

/H  /H 

-^CHa-C^NHz^CHs.Cf-NHa    . 
\CN  \COOH 

Alanine  nitrile  Alanine 

The  amino-acids  possess  two  opposite  characters:  they  form 
salts  with  both  bases  and  acids,  and  are  therefore  both  basic  and 
acidic  simultaneously. 

Replacement  of  the  hydrogen  of  the  amino-group  by  radicals 
yields  amino-acids  of  a  more  complicated  character.    Thus,  like 
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ammonia,  with  acid  chlorides  they  yield  an  acid  amide  with  one 
hydrogen  atom  of  the  amino-group  replaced: 

R>C0pTHlHN>CH2-C00H  =  R.CO.NH.CHz-COOH+HCl. 

Compounds  of  this  kind  are  therefore  both  amino-acids  and  acid 
amides. 

Amino-acids  with  the  hydrogen  of  the  amino-group  replaced 
by  alkyl-groups  are  also  known.  They  are  obtained  by  the  action 
of  amines,  instead  of  ammonia,  on  the  halogen-substituted  acids: 


(CH3)2N[hTcI]H2C>COOH  =  (CH3)2N.CH2-COOH+HCl. 

The  amino-acids  \mdergo  most  of  the  decompositions  charac- 
teristic of  amines;  thus,  with  nitrous  acid  they  yield  hydroxy- 
acids,  just  as  the  amines  yield  alcohols. 

Like  those  of  the  halogen-substituted  acids  and  hydroxy-acids 
(178  and  183),  the  properties  of  the  amino-acids  depend  on  the 
position  of  their  characteristic  group — the  amino-group — relative  to 
the  carboxyl-group.  The  a-amino-acids  readily  yield  anhydrides 
(acid  amides)  by  the  elimination  of  two  molecules  of  water  from 
two  molecules  of  acid: 


CH2 .  NHIH    HO  OC                       CH2NH  .  OC 
I                                 I       =2H20+|  I     . 

COIOH  HIHNCH2  CO HNCHj 

The  ^-amino-acids  easily  lose  ammonia,  with  formation  of 
unsaturated  acids.  Thus,  ^9-aminopropionic  acid,  obtained  from 
/9-iodopropionic  acid,  is  converted  by  heat  into  acrylic  acid  and 
ammonia: 

fNH^CH2-CHfH]»C00H  =  NH3+CH2:CH.COOH. 

Like  the  y-hydroxy-acids,  the  ^--amino-acids  yield  inner  anhy- 
drides. On  account  of  their  similarity  to  the  lactones,  these  sub- 
stances are  called  lactams: 

CH2  •  CH2  •  CH2  •  CO  CH2»CH2'CH2'CO 

I    =  H20+ 1  I 


NHH  OH  .         NH 


r-Aminobutyric  acid  Laetftm  of  r-aminobutyrio  add 
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Emil  Fischer  proved  that  the  esters  of  amino-acids  can  be 
obtained  by  the  ordinary  method,  dissolving  the  acids  in  absolute 
alcohol  and  treating  this  solution  with  hydrochloric-acid  gas  (97). 
Hydrochlorides  are  the  primary  products,  the  amino-group  in  these 
esters  retaining  its  basic  character:  an  example  is  the  ethyl  ester  of 
glycine  hydrochloride,,  C2H600C-CH2-NH2-HC1.  The  esters  ara 
prepared  by  treating  aqueous  solutions  of  the  hydrochlorides  with 
concentrated  potassium  hydroxide  at  a  low  temperature,  and  im- 
mediately extracting  with  ether.  Emil  Fischer  found  these  esters 
well  adapted  for  the  purification  and  separation  of  amino-acids. 
This  is  of  great  importance  in  the  chemistry  of  proteids,  which  are 
resolved  into  a  mixture  of  such  acids  by  the  actipn  of  acids  or  bases. 

Individual  Members. 
200.  Glycine  (glycocoll  or  aminoacetic  acid),  NH2«CH2-COOH, 
can  be  obtained  by  boiling  ^lue  with  dilute  sulphuric  acid  or  with 
barium  hydroxide:  it  owes  the  name  "glycocoll  "  to  this  method 
of  formation,  and  to  its  sweet  taste  {yXvKvs,  sweet;  KoWa^  glue). 
It  is  also  prepared  from  hipjmric  acid,  a  constituent  of  the  urine  of 
horses.  Hippuric  acid  is  glycine  with  one  hydrogen  atom  of  the 
amino-group  replaced  by  benzoyl,  C6H5CO;  and  it  therefore  has  the 
formula  CflH6-CO.NH.CH2-COOH.  Like  all  acid  amides,  it  is 
decomposed  by  boiling  with  dilute  acids,  wuth  addition  of  the  ele- 
ments of  water: 

CftHfiCO.  NH-CH2-C00H  =  C6H5-COOH  +  NH2-CH2-COOH. 

QJ^   ^  Ben  coic  acid  Glycine 

Hipporio  acid 

Glycine  can  be  synthetically  prepared  by  the  action  of  ammonia 
on  monochloroacetic  acid. 

Glycine  is  a  crystalline  solid,  and  melts  at  232°  with  decom- 
position: it  is  very  readily  soluble  in  water,  and  insoluble  in  abso- 
lute alcohol.  Like  many  amino-acids,  it  forms  a  well-crystallized, 
blue  copper  salt,  soluble  with  difficulty  in  water,  and  obtained  by 
boiling  copper  carbonate  with  a  solution  of  glycine.  This  derivative 
crystallizes  with  one  molecule  of  water  of  crystallization,  and  has 
the  formula  (NH2-CH2-COO)2Cu  -hH20. 

Betalne,  C6HHO2N,  is  a  derivative  of  trimethylglycine:  it  is 
found  in  the  juice  of  the  sugar-beet,  and  accumulates  in  the  molasses 
during  the  manufacture  of  sugar.    It  is  an  inner  ammonium  salt, 
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(CH3)8N.CHa.CX) 


k 


ijH       OH] 

since  it  is  synthetically  obtained  from  trimethylamine  by  the  action 
of  monochloroacetic  acid,  with  elimination  of  HCl: 

(CH8)8N  +  Cl.CHa«COOH-(CH8)3N.CH2.CO 

*-^  I 6 

P  H] 

This  reaction  is  analogous  to  the  interaction  of  alkyl  halides  and 
tertiary  amines  to  form  the  salts  of  quaternary  ammonium  bases 

(71). 

Betaine  yields  large  crystals  with  one  molecule  of  water,  which 
it  loses  at  100^,  or  when  allowed  to  stand  over  sulphuric  acid.  On 
heating  it  decomposes,  with  formation  of  trimethylamine. 

Many  tertiary  amines  can  be  converted  into  substances  with  a 
constitution  analogous  to  that  of  betaine;  that  is,  inner  salts  of 
ammonium  bases.    These  compounds  are  called  betaines. 

Alanine^  or  a-aminopropionic  acid,  CH3-CH(NH2)-COOH,  is 
S3aithetically  prepared  by  the  action  of  ammonia  on  a-chloropropi- 
onic  acid. 

Leucine^  or  a-aminoiaobutylacetic  acid, 

(CH3)2CH.CH2-CH(NH2)-COOH, 

results  along  with  glycine  from  the  decomposition  of  proteids  by 
the  action  of  acids  or  alkalis,  or  by  putrefaction.  It  is  synthetic- 
ally obtained  from  tsovaleraldehyde-ammonia  by  the  action  of 
hydrocyanic  acid,  and  hydrolysis  of  the  resulting  nitrile: 


(CH8)aCH.CH8-C^|OH  +H|CN  -♦ 


"NH2 

/•ovaleraldehyde-ammonUi 

-»  (CH8)2CH.CH2-CH(NH2)-COaH. 

Leucine 

Isofettcfne,  or  a-amino-/?-methylvaleric  acid, 
^%  >CH.CH(NH2)-CXX)H, 
is  also  a  decomposition-product  of  proteids.    Its  constitution  is 
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proved  by  synthesis.  The  aldehyde  formed  by  oxidation  of  second- 
ary butylcarbinol — the  optically  active  amyl  alcohol — yields  by  the 
method  of  199,  3,  an  amino-acid  identical  with  t«oleucine. 

Fusel-oil  is  a  by-product  in  the  alcoholic  fermentation  (47). 
Ehruch  has  proved  that  it  is  not  derived  from  the  sugais, 
but  from  leucine  and  isoleucine  formed  by  decomposition  of  the 
proteids  present  in  the  fermenting  liquid.  These  proteids  are  con- 
stituents of  the  grain,  potatoes,  and  other  material  employed  in 
the  manufacture  of  alcohol.  When  sugar  is  fermented  with  a  pure 
yeast-culture  in  presence  of  leucine,  tsobutylcarbinol  is  formed  as  a 
by-product:  with  isoleucine  secondary  butylcarbinol  results.  These 
two  amyl  alcohols  are  the  principal  constituents  of  fusel-oil  (51). 

The  leucine  obtained  from  proteids  is  optically  active:  its  for- 
mula contains  an  asymmetric  carbon  atom. 

Asparagine  is  often  present  in  sprouting  seeds;  to  the  extent  of 
20-30  per  cent,  in  dried  lupine-seeds.     It  is  aminosuccinamic  acid, 

C2H3(NH2)<QQQjT^,  smce  on   hydrolysis  it  is  converted  into 

aminosuccinic  add  {aspartic  acid),  COOH-CH(NH2)'CH2*COOH, 
the  structure  of  which  is  inferred  from  its  conversion  into  malic 
acid  by  treatment  with  nitrous  acid.  Asparagine  prepared  from 
seeds  is  sometimes  dextro-rotatory,  but  generally  laevo-rotatory. 
The  former  is  sweet,  the  latter  tasteless. 

Homologous  with  asparagine  is  gluiamine,  a  constituent  of  the 
seeds  of  sprouting  plants.  It  is  the  amic  acid  (165)  of  a-amino- 
glutaric  acid,  COOH.CH(NH2)-CH2-CH2-COOH. 

In  addition  to  the  monoamino-acids,  diamino-acids  are  also 
obtained  by  decomposing  proteids  with  acids.  Some  of  them 
merit  description. 

Lysine,  C6H14N2O2,  is  decomposed  by  putrefaction-bacilli  with 
formation  of  pentamethylenediamine   (162):  it  has  the  formula 

NH2*CH2-(CH2)3*CH<QQQCT»  and  is  an  a£-aminocaproic  acid. 

Emil  Fischer  has  proved  this  formula  by  synthesis.  On  bring- 
iiig  ethyl  monosodiomalonate  into  contact  with  r-chlorobutyronitrile, 
eihyl  r-cyanopropylmaUmate  is  formed: 

(0OOC,H5),CHNa+a.CH,.CH,.CH,.CN  — 

Btbyl  monosodiomalonate         r-Chlorobutyronitrile 

-  (COOC,H5)2CH.(CH,),.CN. 

Ethyl  r-cyanopropylmalonate 
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Treatment  with  ethyl  nitrite  and  sodium  ethoxide  converts  this 
ester  by  elimination  of  a  carbethoxyl-group  into  the  sodium  salt  of 
an  oxime: 

NC.(CH,VCH<^5-.NC.(CH^..C^^j,^. 

Oxime 

Reduction  of  this  oxime  with  sodium  and  alcohol  converts  the  NOH- 
group  into  NH3,  and  the  CN-group  into  CH2NH2,  with  formation  of 
inactive  lysine, 

Ornithine  is  the  next  lower  homologue  of  lysine,  and  has  the 
formula  (iHwOjNa  or  NH2.CH2-CH3.CHj.CH(NH2).COOH.  Bac- 
teria convert  it  into  putrescine  or  tetramethylenediamine  (162). 
Its  structure  is  proved  by  Emil  Fischer's  synthesis  (328). 


Ethyl  Diazoacetate. 

201.  CuRTiTJS  has  obtained  a  yellow  oil  of  characteristic  odour  by 
the  action  of  nitrous  acid  on  the  ethyl  ester  of  glycine:  this  sub- 
stance has  the  formula  C4He02N2,  and  explodes  when  heated.  The 
method  of  its  formation,  and  its  constitutional  formula,  are  indicated 
in  the  following  equation: 

C2H500C.CH2.NH2+HN02-C2H600C-CH<;  ||  +2H2O. 

Glycine  ethyl  ester  ^  JJ 

It  is  ethyl  diazoacetate ,  and  is  also  called  diazoacetic  ester.  Its  con- 
stitution is  inferred  from  the  fact  that  its  two  nitrogen  atoms  are 
replaceable  by  two  univalent  groups  or  elements:  thus,  on  heating 
with  water,  it  is  converted  into  ethyl  glycollate : 


C2H500C-CH<;^ 


■^OH  '  C2H5OOC.CH  <5jj  +N2. 


With  hydrochloric  acid  it  yields  ethyl  monochloroacetate,  and  with 
iodine  ethyl  di-iodoacetate.  The  hydrogen  atom  of  the  CHNs-group 
is  replaceable  by  metals,  sodium  dissolving  in  ethyl  diazoacetate 
with  evolution  of  hydrogen. 


i 


DIALDEHYDES  AND  DIKETONES:  HALOGEN-SUBSTITUTED 
ALDEHYDES  AND  KETONES. 


Dialdehydes. 


202.  The  simplest  member  of  the  series  of  dialdehydes.,  glyoxal, 

is  a  combination  of  two  aldehyde-groups,  q^C — C^q.    It  is  best 

prepared  by  carefully  floating  a  layer  of  water  on  the  surface  of 
strong  nitric  acid  contained  in  a  tall  glass  cylinder,  and  pouring 
ethyl  alcohol  on  the  surface  of  the  water,  care  being  taken  that 
the  layers  do  not  mix.  The  nitric  acid  and  alcohol  diffuse  into 
the  water;  and  the  alcohol  is  slowly  oxidized  to  glyoxal,  glycollic 
acid,  oxalic  acid,  and  other  substances. 

Glyoxal  is  a  colourless,  amorphous  substance:  when  moist,  it 
dissolves  readily  m  water,  but  very  slowly  after  complete  drying 
in  vacuo  at  110^-120*^.  Its  combination  with  two  molecules  of 
sodium  hydrogen  sulphite,  and  the  formation  of  a  dioxime,  prove 
it  to  be  a  double  aldehyde.  It  also  has  the  other  properties  pecul- 
iar to  aldehydes,  such  as  the  reduction  of  an  ammoniacal  silver 
solution  with  formation  of  a  mirror.  On  oxidation,  it  takes  up 
two  atoms  of  oxygen,  yielding  oxalic  acid,  of  which  it  is  the  dial- 
dehyde.  Treatment  with  caustic  potash  converts  glyoxal  into 
glycollic  acid,  one  aldehyde-group  being  reduced  and  the  other 
oxidized.  This  reaction  may  be  explained  by  the  assumption 
that  an  addition-product  with  water  is  formed,  in  accordance  wdth 
the  scheme 

C  n  •  c5  +  H2O  ^  CH2OH .  COOH. 

^        ^  GlycoUic  acid 

H  H 

Succindialdehyde,   qC-CH2*CH2'Cq,  has  been  prepared   by 

Harries  by  the  action  of  ozone  upon  a  chloroform  solution  of 
diallyl,  CH2:CH.CH2— CH2-CH:CH2.    An  addition-product— a 

253 
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diozonide — is  formed, 

CH2  •  CH  •  CH2 — CH2  •  CH  •  CH2« 

O3  O3 

each  double  linking  uniting  with  one  molecule  of  ozone.    This 

diozonide  is  a  syrup-like,  explosive  liquid.     When  heated  slowly 

with  water,  it  decomposes,  forming  succindialdehyde. 

Harries  has  prepared  several  analogous  ozonides,  each  double 

linking  always  taking  up  O3.     Water  decomposes  these  ozonides  in 

accordance  with  the  scheme 

>C— C<  -f  H2O  =  >CO+OC<  +H2O2. 

\/ 
O3 

The  formation  of  these  ozonides  and  their  decomposition  by 

water  afford  an  excellent  method  for  determining  the  position  in 

the  molecule  of  double  Unkings.     Its  application  to  the  case  of 

oleic  acid  has  confirmed  the  formula  indicated  in  144. 

Diketones. 

203.  Thediketones  contain  two  carbonyl-groups:  their  proper- 
ties and  the  methods  employed  in  their  preparation  depend  upon 
the  relative  position   of  these  groups.     l:2-Diketones  with  the 

12  12  3 

group  — CO'CO —  are  known :  1 : 3-diketones  with  — C0«CH2-C0 — : 

12  3  4 

l:4Kiiketones  with  — CO.CH2-CH2-CO— :  and  so  on. 

1  '.2'Diketones  cannot  be  obtained  by  the  elimination  of  chlorine 
from  the  acid  chlorides  by  the  action  of  a  metal,  in  accordance  with 
the  scheme 


R>C0|ClTNa2+CTl0C>R 


Their  preparation  is  effected  by  the  action  of  amyl  nitrite  and  a 
small  proportion  of  hydrochloric  acid  on  a  ketone,  one  of  the  CH2- 
groups  being  converted  into  C=NOH: 


R-CO.C[H^.R'  R.CO.C.R' 

0         -  Ik    . 

NOH  NOH 

Th^se  compoimds  are  called  monitrosoketones.    When  boiled  with 
dilute  sulphuric  acid,  the  oxime-group  is  eliminated  as  hydroxyl- 


J  203]  DIKETONES;  255 

ftmine,  with  formation  of  the  diketone.    The  ketocUdehydes  are  both 

H 
ketones  and  aWehydes,  and  contain  the  group  — CO«C^    :  they, 

too,  can  be  obtained  by  this  method. 

Diacetyl,  CHa-CO-CO-CHs,  can  be  prepared  from  methylethyl- 
ketone  in  the  manner  indicated.  It  is  a  yellow  liquid  of  pungent, 
sweetish  odour,  and  is  soluble  in  water:  its  vapour  has  the  same 
colour  as  chlorine.  Diacetyl  boils  at  88^,  and  has  a  specific  gravity 
of  0-973  at  20°.  Its  behaviour  points  to  the  presence  of  two  car- 
bonyl-groups  in  the  molecule:  thus,  it  adds  on  2HCN,  yields  a 
mono-oxime  and  a  dioxime,  and  so  on.  The  adjacency  of  the 
two  carbonyl-groups  in  diacetyl  is  proved  by  its  quantitative  con- 
version into  acetic  acid  qnder  the  influence  of  hydrogen  peroxide: 


CH3.CO— 
+  OH 


CO.CH3_^2CH3-CO.OH. 


OH 


liS-Diketonea  can  be  prepared  by  a  condensation-method  of 
general  application  discovered  by  Claisex  and  Wislicenus. 
Sodium  ethoxide  is  the  condensing  agent.  An  addition-product 
is  formed  by  the  interaction  of  this  substance  and  an  ester: 

^0  Na  /ONa 

The  addition-product  is  then  brought  into  contact  with  a  ketone 
R'^CO-CHs,  two  molecules  of  alcohol  being  eliminated  with  forma- 
tion of  a  condensation-product: 

^ONa 


On  treatment  of  this  compound  with  a  dilute  acid,  the  sodium 
atom  is  replaced  by  hydrogen.  This  might  produce  a  compound 
with  a  hydroxy  1-group  attached  to  a  doubly-linked  carbon  atom; 
but  usually  compounds  of  this  type  are  unstable,  the  group 
OH 

— 6=CH—  changing  to  — CO— CH2 — .    The  principle  applies  in 

OH 
the  present  mstance,  _  a_^„  ^^  ^,  yielding  a  l:3-diketone, 

R.OO-CHz-CO-R'. 
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.  Claisen  has  found  that  sodamide,  Na-NH2,  can  be  substituted 
advantageously  for  sodium  ethoxide  in  the  condensation  of  ketones 
with  esters.  Frequently,  it  not  only  facilitates  the  reaction,  but 
increases  the  yield. 

Another  method  for  the  preparation  of  1 :3-diketones  is  the  action 
of  acid  chlorides  on  the  sodium  compounds  of  acetylene  homologues: 

CHa- (CHj),.C^C[NaTa]0C-CH8  -  CH,.  (CH2),-C=C-CO.CH8. 

Sodion-amylaoetylene     Acetyl  chloride 

By  treating  this  ketone  with  concentrated  sulphuric  acid,  water  is 
added,  and  the  desired  dike  tone  obtained: 

CH8-(CHj),-C=C.CO.CHs=CH3.(CHj),.CO.CH3.CO-CH,. 
+     O   H, 

These  diketones  have  a  weak  acidic  character,  their  dissocia- 
tion-constants being  ver}-^  small.  Among  others,  that  of  acetyl- 
acetone f  CH3«CO-CH2'CO-CH3,  has  been  determined.  They  con- 
tain two  H-atoms  replaceable  by  metals.  These  must  belong  to 
the  methylene-group  between  two  negative  carbonyl-groups;  for  if 
the  other  hydrogen  atoms  could  be  thus  exchanged  for  metals, 
there  is  no  reason,  since  they  are  of  equal  value,  that  two,  and  only 
two,  should  be  replaceable. 

Acetylacetone  is  obtained  by  the  condensation  of  ethyl  acetate  and 
acetone.  It  is  a  colourless  liquid  of  agreeable  odour,  boils  at  137°, 
and  has  a  specific  gravity  of  0 '979  at  15°.  When  boiled  with  water, 
it  decomposes  into  acetone  and  acetic  acid,  a  reaction  affording 
another  example  of  the  instability  of  compounds  containing  a  car. 
bon  atom  loaded  with  negative  groups. 

Among  the  salts  of  acetylacetone  is  the  copper  salt,  (C5H702)2Cu, 
which  is  sparingly  soluble  in  water ;  and  the  volatile  aluminium  salt, 
(CsHyOj).^^.!.  By  a  determination  of  the  vapour-density  of  this 
compound,  Combes  has  shown  that  the  aluminium  atom  is  tervalent. 

These  metallic  compounds  have  properties  differing  from  those 
of  ordinary  salts.  Unlike  true  salts,  they  are  soluble  in  benzene, 
chloroform,  and  other  organic  solvents.  Their  aqueous  solutions  are 
almost  non-conductors  of  electricity.  They  either  do  not  answer  to 
the  ordinary  tests  for  the  metals,  or  else  react  very  slowly.  The 
ferric  and  aluminium  salts,  in  which  both  base  and  acid  are  very 
weak,  do  not  undergo  hydrolytic  dissociation,  but  diffuse  imchanged 
through  parchment-paper.  In  these  respects  they  resemble  mercuric 
cyanide   ("Inorganic  Chemistry,"  274),  which  is   practically  not 
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ionized  in  aqueous  solujdon,  and  therefore  lacks  all  the  properties 
characteristic  of  ordinary  salts. 

A  type  of  the  I'A-dikeiones  is  acetonylacetane, 

CH3  •  CO  •  CH2  •  CH2  •  CO  •  CH8, 

the  preparation  of  which  is  described  in  235.  It  is  a  colourless 
liquid  of  agreeable  odour:  it  boils  at  193®,  £^d  has  a  specific  gravity 
of  0-970  at  21°.  Acetonylacetone  and  other  l:4-diketones  yield 
cyclic  compounds,  which  are  dealt  with  in  391-393. 

Halogen-substituted  Aldehydes. 

.H 

204«  Chloral  or  trichloroacetaldehyde,  CCU^C^     ,.  is  of  great 


therapeutic  importance,  since  with  one  molecule  of  water  it  forms 

a  crj'stalline  compound  known  as  chloral  hydrate,  and  employed  as  a 

soporific.    Chloral  is  technically  prepared  by  saturating  ethy  1  alcohol 

with  chlorine.    The  alcohol  must  be  as  free  from  water  as  possible, 

and  the  chlorine  carefully  dried.     At  first  the  reaction -mixture  is 

artificially  cooled,  but  after  a  few  days  the  process  becomes  less 

energetic,  and  the  temperature  is  slowly  raised  to  60°,  and  finally 

to  100°. 

The  reaction  may  be  explained  by  assuming  that  the  alcohol 

is  first  converted  into  aldehyde,  which  is  then  transformed  into 

acetal,  dichloroacetal,  and  trichloroacetal:    the  last  compound  is 

converted,  by  the  hydrochloric  acid  produced,  into  chloral  alcohol^ 

OC  H 
cUe,  CCl3-CH<QTj    ^.       Dichloroacetal   and   other   intermediate 

products  of  this  reaction  have  been  isolated: 
CHa-CHgOH+Cla—    CH3-CH<  ^jj  +  HCl   «   CH3-C^+2HC1; 

Alcohol  Aldehyde 


CH3-Cf7i  + 


HJ     H 
0"^H 


OC2H5  p„      PTT^^zHs      „   ^. 

CH3.CH<^2H6    _^    CHCl2.CH<^2H5_^ 

Aoetal  Dichloroacetal 

nr}    riTT  ^  QC2H5  pp.    pTT^OC2H5 

^^'•^H<OlC2H5+CljH    -*    CCl3.CH<Qjj      . 


Trichloroaoetal  Chloral  alcohoUte 
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The  final  product  of  chlorination  is  a  cryBtalline  mixture  of  chloral 

alcoholate,  chloral  hydrate,  and  trichloroacetal,  from  which  chloral 

is  obtained  by  treatment  with  concentrated  sulphuric  acid.    It  is 

an  oily  liquid  of  penetrating  odour,  boiling  at  97^,  and  having  a 

specific  gravity  of  1-512  at  20**.    When  treated  with  water,  it  is 

converted  with  evolution  of  heat  into  the  well-crystallized  chloral 

OH 
hydrate.    To  this  compound  is  assigned  the  formula  0Cl3-CH<  qtj, 

as  it  does  not  show  all  the  aldehyde-reactions.  For  example,  it 
does  not  restore  the  red  tint  of  a  solution  of  magenta  (366}  which 
has  been  decolourized  with  sulphurous  acid  (116,  3).  Chloral 
hydrate  is,  therefore,  one  of  the  few  known  compounds  containing 
two  OH-groups  in  union  with  a  single  C-atom  (233  and  237). 

Otherwise,  chloral  behaves  as  an  aldehyde:  for  instance,  it 
reduces  an  ammoniacal  silver  solution  with  formation  of  a  mirror, 
and  is  oxidized  by  nitric  acid  to  trichloroacetic  acid.  Solutions  of 
the  alkalis  decompose  it  at  ordinary  temperatures  with  formation 
of  chloroform  and  formic  ackl: 


OCla- 
+  H 


^0  -  CJClsH+HCX^   . 
HO  ^OH 


On  account  of  its  purity,  chloroform  prepared  in  this  manner  is 
preferred  for  pharmaceutical  use. 

The  formation  of  chloroform  from  chloral  by  the  action  of 
alkaline  liquids  originally  suggested  the  use  of  chloral  as  a  soporific: 
it  was  expected  that  the  alkaline  constituents  of  the  blood  would 
decompose  it  with  the  formation  of  chloroform  in  the  body  itself. 
LiEBREicH  showed  that  chloral  has  in  fact  a  soporific  action,  but 
more  recent  investigation  has  proved  this  to  be  independent  of  the 
formation  of  chloroform,  since  the  chloral  is  eliminated  from  the 
system  as  a  complicated  derivative,  urochloraLic  acid. 

Halogen-substituted  Ketones. 

205.  An  example  of  this  class  of  compounds,  dichloroacetone, 
CH2Cl«C0-CHaCl,  is  mentioned  in  198.  Variously  substituted 
ketones,  some  of  which  have  a  powerful  odour,  are  obtained  from 
acetone  by  direct  chlorination. 


ALDEHYDO-ALCOHOLS  AND  KETO-ALCOHOLS  OR 
SUGARS. 


206.  Aidehydoalcohols  and  keto-alcohols  are  natural  products, 
and  are  very  widely  distributed.  They  are  called  carbohydrates, 
sugars,  or  saccharides.  They  contain  one  carbonyl-group  and 
several  hydroxyl-groups.  One  of  the  hydroxyl-groups  must  be  linked 
direcUy  to  a  carbon  atom  in  union  with  the  carbonyl-^oupf  so  that  the 
characteristic  group  of  these  compounds  is  — GHOH — CO — . 

The  sugars  are  classified  as  polyoses  and  monoses.  On  hydrolysis, 
the  polyoses  yield  monoses,  which  have  lower  molecular  weights 
than  their  parent  substances,  but  possess  all  the  properties  charac- 
teristic of  the  sugars.  The  monoses  do  not  admit  of  fiuther 
hydrolysis  to  simpler  sugars.    They  will  be  considered  first. 

Nomenclature  and  Q^neral  Pibperties  of  the  Monoses  and  their 

Derivatives. 

207.  When  the  monoses  are  aldehydes  they  are  called  aldoses, 
and  when  ketones,  ketoses.  The  number  of  carbon  atoms  in  the 
molecule  is  indicated  by  their  names:  thus,  pentose ^  hexose,  heptose, 
etc.  To  distinguish  between  aldoses  and  ketoses  the  prefixes 
"aldo-"  and  *'keto-"  respectively  are  used;  as  aMohexose,  keto- 
hexose,  and  so  on*. 

When  the  polyoses  may  be  regarded  as  derived  from  two  monose 
molecules  by  the  elimination  of  one  molecule  of  water,  they  are 
called  dioses;  thus,  hexodioses  when  they  are  formed  from  two 
molecules  of  hexose.  The  polyoses  derived  from  three  monose 
molecules  by  the  elimination  of  two  molecules  of  water  are  called 
trioses;  as  hexotriose,  etc. 

259 
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Like  other  aldehydes,  the  aldoses  are  converted  by  oxidation 
into  monobasic  acids  containing  the  same  number  of  carbon  atoms, 
the  pentoses  yielding  the  monobasic  pentanic  acids,  the  hexoeee  the 
hexonic  acids,  etc.    The  oxidation  can  be  carried  further;  for  the 

H 

general  formula  of  an  aldose  is  CH20H-(CH0H)n»C^      (209), 

and  the  group  — CH2OH  can  be  oxidized  to  carboxyl,  yielding  a 
dibasic  acid  containing  the  same  number  of  carbon  atoms  as  the 
aldose  from  which  it  is  derived.  On  oxidation,  the  ketoses  yiekl 
acids  containing  a  smaller  number  of  ^rbon  atoms. 

On  reduction,  the  aldoses  and  ketoses  take  up  two  hydrogen 
atoms,  with  formation  of  the  corresponding  alcohols:  thus,  hexose 
yields  a  hexahydric  alcohol,  and  pentose  a  peniahydric  alcohol  (209 
and  211). 

208.  Four  reactions  are  known  which  are  characteristic  of  all 
monoses:  two  of  these  they  possess  in  common  with  the  aldehydes 
(116). 

1.  They  reduce  an  ammoniacal  silver  solution  on  warming, 
forming  a  metallic  mirror. 

2.  When  warmed  with  alkalis,  they  give  a  yellow,  and  then  a 
brown,  colouration,  and  ultimately  resinify. 

3.  When  an  alkaline  copper  solution  (Fehlixg  or  Ost,  192) 
is  heated  with  a  solution  of  a  monose,  reduction  takes  place,  with 
formation  of  yellow-red  suboxide  of  copper. 

4.  When  a  monose  is  heated  with  excess  of  phenylhydrazine, 
C6ll5'NH«NH2,  in  dilute  acetic-acid  solution,  a  yellow  compound, 
crystallizing  in  fine  needles,  is  formed:  substances  of  this  type  are 
insoluble  in  water,  and  are  called  osazones.  Their  formation  may 
be  explained  as  follows. 

It  is  mentioned  in  206  that  the  sugars  are  characterized  by 
containing  the  group  — CHOH — CO — .  The  action  of  phenyl- 
hydrazine  .on  a  carbonyl-group  has  already  been  explained  (112); 
water  is  eliminated,  and  a  hydrazone  formed: 

I I 

CIO+H2IN.NHC8H5  =  CiN-NHCbHs+HjO, 


A  second  molecule  of  phenylhydrazine  then  reacts  with  the  group 
— CHOH — ,  from  which  two  hydrogen  atoms  are  eliminated,  the 
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molecule  of  phenylfaydrazine  being  decomposed  into  ammonia  and 
aniline: 


CeHfiN'rlNHa  =  CeHs-NHj+NHs. 

PbeoylhydrasiDe  Aniline 

+     H  H 

The  elimination  of  two  hydrogen  atoms  from  the  group  — CHOH — 
converts  it  into  a  carbonyl-group,  — CO — ,  with  which  a  third 
molecule  of  phenylhydrazine  reacts,  forming  a  hydrazone,  so  that 

I  ; 

CHOH  CzirN.NHCeHs 

the  group    |  is  convert^  into   |  .     This  giaiiv 

CO  C=N.NHC6H5 

is  characteristic  of  the  osazones. 

The  osazones  dissolve  in  water  with  difficulty.  This  property 
makes  them  of  service  in  the  separation  of  the  monoses,  which  are 
very  soluble  in  water,  and  crystalTTze  with  great  difficulty,  especially 
in  presence  of  salts,  and  hence  often  cannot  be  purified  by  crystal- 
lization. By  means  of  the  sparingly  soluble  osazones,  however,  they 
can  be  separated:  the  osazones  are  readily  obtained  in  the  pure 
state  by  crystallization  from  a  dilute  solution  of  pyridine  (386). 
Moreover,  the  identity  of  the  monose  can  be  established  by  a  deter- 
mination of  the  melting-point  of  the  osazone  obtained  from  it. 


Constitution  of  the  Monoses. 

209.  It  is  shown  later  that  the  constitution  of  all  the  monoses 
follows  from  that  of  the  aldohexoses,  the  structure  of  which  can  be 
arrived  at  as  follows: 

1.  The  aldohexoses  have  the  molecular  formula  C6H12O6. 

2.  The  aldohexoses  are  aldehydes,  and,  therefore,  contain  a 
carbonyl-group  m  the  mtlecule.  This  follows  from  the  facts  that 
they  show  the  reactions  characteristic  of  aldehydes;  that  they  are 
converted  by  oxidation  into  acids  containing  the  same  number  of 
Cr-atoms,  and  by  reduction  into  an  alcohol;  and  that  they  form 
addition-products  with  hydrocyanic  acid. 

3.  All  known  hexoses  contain  a  normal  chain  of  six  carbon 
Atoms,  since  they  can  be  reduced  to  a  hexahydric  alcohol,  which. 
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on  further  reduction  at  a  high  temperature  with  hydriodic  acid, 
yields  n-secondary  hexyl  iodide,  CH3-CH2-CHI-CH2-CH2«CH3. 

The  constitution  of  this  iodide  is  inferred  from  the  fact  that  it  can 
be  converted  into  an  alcohol,  which  on  oxidation  yields 

CHj.CHj.CJO-CHj.CHj.CHs; 

for  on  further  oxidation  this  is  converted  into  n-butyric  acid  and 
acetic  acid. 

4.  The  hexoses  have  five  hydroxy  1-groups,  since,  when  heivted 
with  acetic  anhydride  and  a  small  quantity  of  sodium  acetate  or 
zinc  chloride,  they  yield  penta-acetyl-derivatives. 

These  facts  indicate  the  existence  in  an  aldohexose  of 

a  normal  carbon  chain,  C — C — C — C — C — C; 

/H 


an  aldehyde-group, 

(>--C--G--C-€--0^. 

five  hydroxyi-groups,      I      I      I      I      I        ^ 
OHOHOHOHOH 

There  are  six  other  hydrogen  atoms  in  the  formula  G6Hi20ai  and 
these  will  fit  in  with  the  last  scheme,  if  the  C-atoms  of  the  chain 
are  singly  linked  to  each  other:  the  formula  of  an  aldohexose  will 
then  be 

CH2— CH— CH— CH— CH— C<'^ 

OH     OH    OH    OH    OH 

In  these  formulae  a  somewhat  arbitrary  assumption  has  been 
made  as  to  the  distribution  of  the  hydroxyi-groups  and  hydrogen 
atoms  relative  to  the  carbon  atoms;  it  is,  however,  in  accordance 
with  the  principle  (155)  that  a  carbon  atom  cannot  usually  have 
linked  to  it  more  than  one  hydroxyl-group.  A  more  convincing 
proof  of  the  fact  that  the  monoses  do  not  contain  two  hydroxyi- 
groups  attached  to  the  same  carbon  atom,  is  afforded  by  the  fol- 
lowing considerations. 

When  a  hexose,  C6H12O6,  is  reduced  to  a  hexahydric  alcohol, 
C6H14O6,  only  two  hydrogen  atoms  are  added,  and  this  addition 
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must  take  place  at  the  doubly-linked  oxygen  atom,  since  the  carbon 
chain  remains  unbroken.  If  the  hexose  contains  two  hydroxyl- 
groups  attached  to  one  carbon  atom,  so  must  also  the  hexahydric 
alcohol  derived  from  it.  Compounds  containing  a  C-atom  linked 
to  two  OH-groups  readily  lose  water,  with  formation  of  aldehydes 
or  ketones:  they  also  possess  most  of  the  properties  characteristic 
of  these  substances  (204).  The  hexahydric  alcohols,  however, 
have  an  exclusively  alcoholic  character,  and  do  not  exhibit  any 
of  the  reactions  of  aldehydes  and  ketones.  It  follows  that  the 
hexahydric  alcohols,  and  hence  the  hexoses,  cannot  contain  two 
hydroxyl-^roups  linked  to  a  single  carbon  atom. 

The  possibility  of  the  attachment  of  three  hydroxyl-groups  to 
one  carbon  atom  is  also  excluded,  since,  when  the  production  of 
a  compound  with  such  a  grouping  might  be  expected,  water  is 
always  eliminated,  with  formation  of  an  acid  (86): 

OHj 

— copa. 

|0H 

The  monoses  have  none  of  the  properties  which  distinguish  acids: 
their  aqueous  solutions  do  not  conduct  the  electric  current;  whereas 
the  dissociation-constant  for  an  acid  containing  so  many  OH- 
groups  should  be  considerably  higher  than  for  a  saturated  fatty 
acid,  such  as  acetic  acid  (183). 

With  calcium  and  strontium  hydroxides,  and  other  bases,  the 
carbohydrates  form  compounds  called  aaccharates,  which  are,  there- 
fore, to  be  looked  upon  as  alkoxides  (ss)* 

It  follows  from  these  considerations  that  the  constitution  of  the 
aldohexoses  cannot  be  other  than  that  given  above,  and,  since  the 
same  method  of  proof  is  applicable  to  each  member,  they  must  all 
have  the  same  constitutional  formula,  and  are  therefore  stereoiso- 
merides.  This  is  due  to  the  presence  in  the  molecule  of  asymmetric 
carbon  atoms:  an  aklohexose  has  four  such  atoms,  indicated  by 
asterisks  in  the  formula 

CHaOH.CHOH-CHOH-CHOH-CHOH.C^. 
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Methods  of  Fonnation  of  the  Monoses. 

2IO.  1.  From  the  polyoses,  by  hydrolysis;  that  is,  decomposi- 
tion with  addition  of  water 

2.  From  the  corresponding  alcohols,  by  the  action  of  oxidizing 
agents,  such  as  nitric  acid.  Arabitol,  C6H12O6,  yields  arabinose, 
CsHioOs,'  xylitol  yields  xylose;  mannitoi  yields  raannose;  etc. 

When  glycerol  is  carefully  oxidized  with  nitric  acid,  or  with 
bromine  and  sodium  hydroxide,  a  syrupy  liquid  is  obtained,  which 
shows  the  four  reactions  typical  of  monoses  (208):  it  is  called 
glycerose.    Its  osazone,  glycerosazone, 

CH^OH 

C=N.NH.C,H, 
Cz=N.NH-CeH/ 
H 

crystallizes  in  yellow  leaves,  melting  at  131°.  Glycerose  is  dihydroxy- 
acetone,  CHjOH -CO '0112011,  as  is  proved  by  the  cyanhydrin-syii- 
thesis  (182,  5),  by  means  ot  which  trihydroxyisobutyric  acid, 

OH 

I 
CH,OH— C— CH.OH, 

I 
COOH 

is  obtained.  The  structure  of  this  acid  is  inferred  from  its  reduction 
to  isobutyric  acid.  In  accordance  with  the  nomenclature  already 
indicated,  glycerose  is  a  triose. 

When  sorbose-bacteria  are  cultivated  in  a  solution  of  glycerol,  the 
final  product  obtained  by  the  action  of  the  atmospheric  oxygen  is 
dihydroxy  ace  tone.  These  bacteria  can  also  oxidize  other  polyhydric 
alcohols  to  ketoses. 

3.  From  bromo-compounds  of  aldehydes,  by  exchange  of 
bromine  for  hydroxyl,  which  can  be  effected  by  cold  baryta-water. 


In  this  manner  the  simplest  member  of  the  sugars,  glycoUaldehyde, 

XT 

IjOH'Cq,  is  obtained  from  monobn 
shows  all  the  reactions  of  the  monoses. 


XT  tj 

CHjOH'Cq,  is  obtained  from  monobromoaldehyde,  CH^Br-CQ :  it 
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TT 

The  addition  of  bromine  to  acrolein  ( 1 47 )  yields  CH,Br  •  CHtf r  •  Cq  , 
which  is  converted  by  the  action  of  baryta-water  into  glyceraldehyde. 

4.  From  formaldehyde,  by  the  action  of  lime-water  (aldoU 
condensation).  The  crude  condensation-product,  called  formose, 
is  a  sweet,  syrup-like  substance:  it  consists  of  a  mixture  of  com- 
pounds of  the  formula  C6H12O6.  In  this  reaction,  six  molecules  of 
formaldehyde  undergo  the  aldol-condensation  (115): 

HaCO  +  HCO  +  HCO  +  HCO  +  HCO  +  HCO  - 

By  the  aid  of  sunlight  and  moisture,  plants  are  able  to  convert 
the  carbon  dioxide  of  the  atmosphere  into  starch,  a  polyose  of  the* 
foLinula  (CfcHioOs)*.  The  reaction  may  be  represented  empirically, 
thus: 

eCOa  +  SH^O  =  CaH,o05+60,. 

Von  Baeyer  has  suggested  that  the  carbon  dioxide,  CO2,  is  first 
reduced  to  formaldehyde,  CHoO,  which  condenses  to  a  monose,  the 
latter  being  then  converted  into  the  polyose,  starch. 

Berthelot  has  obtained  substances  of  the  nature  of  carbo- 
hydrates by  the  action  of  a  silent  electric  discharge  on  a  mixture 
of  carbon  dioxide,  carbon  monoxide,  and  hydrogen. 

A  hexose  can  also  be  obtained  from  glyceraldehyde,  two  mole- 
cules of  which  yield,  by  the  aldol-condensation,  one  molecule  of  the 
hexose.  This  hexose  is  called  acrose,  on  account  of  its  relation  to 
acrolein,  from  which  glyceraldehyde  can  be  obtained  by  method  3. 
Acrose  is  a  constituent  of  formose,  and,  like  all  compounds  pre- 
pared by  purely  chemical  synthesis,  is  optically  inactive, 

5.  A  very  important  general  method  for  the  converaion  of  an 
aldose  into  another  containing  one  more  carbon  atom  in  the  mole- 
cule is  the  formation  of  an  addition-product  with  hydrocyanic  acid. 
An  aldohexose  yields  a  cyanhydrin  which  is  converted  on  hydroU 
ysis  into  a  monobasic  acid  containing  seven  C-atoms, 

CH2OH.CHOH.CHOH.CHOH.CHOH.CHOH.COOH. 
1  2  3  4  5  6  7 
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The  /--hydroxyl-group  reacts  easily  with  the  carboxyl-group,  form- 
ing a  lactone, 

CHaOH.CHOH.CHOH.CH.CHOH.CHOH.CO. 

I 6 

In  aqueous  sohdion,  these  lactones  can  be  reduced  by  sodium-amal' 
gam  to  the  corresponding  aldehydeSy  the  aldoses. 

The  great  importance  of  this  synthesis  consists  in  the  theore- 
tical possibility  of  obtaining  from  the  lower  members,  step  by  step, 
aldoses  with  any  desired  number  of  C-atoms  in,  the  molecule,  by 
repeated  application  of  the  cyanhydrin-synthesis,  and  reduction 
of  the  lactone  thus  obtained.  It  has  thus  been  possible  to  prepare 
nonoses,  with  nine  C-atoms,  by  conversion  of  an  aldohexose  into  a 
heptonic  acidy  the  lactone  of  which  can  then  be  reduced  to  a  heptose. 
This  compound  can  be  converted  into  an  octose,  and  the  latter  into 
a  nonose,  by  the  same  process. 

I.  HONOSES. 

Pentoses. 

211.  Reference  has  abeady  been  made  to  the  dioses  and  trioses 
(207).  Tetroses  can  be  obtained  by  the  oxidation  of  pen  tonic 
acid,  in  the  form  of  its  calcium  salt,  by  means  of  hydrogen  peroxide, 
a  small  quantity  of  ferric  acetate  bemg  used  as  a  catalyzer: 

CHaOH.CHOH-CHOH.CHOH.COOH+O- 

Pentonio  aeid 

=  CHaOH.CHOH.CHOH.cS+COa+H^O. 

Tetroee  ^ 

Also  pentoses  can  be  obtained  from  hexoses  by  this  method. 

A  number  of  different  pentoses  have  been  identified,  among 
them  arabinose  and  xylose,  both  of  which  are  present  in  many  plants 
as  polyoses,  called  pentosans. 

Arabinose  can  be  prepared  by  boiling  gum-arabic  or  cherry- 
gum  with  dilute  acids.  Xylose,  or  wood-sugar,  can  be  got  similarly 
from  bran,  wood,  straw,  and  other  substances,  especially  the  shells 
of  apricot-stones.  Arabinose  and  xylose  can  be  prepared  from  any 
plant-cells  which  have  been  converted  into  wood,  and  which  show 
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the  reactions  of  lignin  (230).  The  racemic  modification  of  arabin- 
ose  is  present  in  the  urine  of  patients  suffering  from  the  disease 
known  as  pentosuria. 

Arabbose  forms  well-defined  crystals,  melts  at  160°,  and  has 
a  sweet  taste,  its  osazone  melts  at  157°.  Xylose  also  crystallizes 
well,  and  yields  an  osazone  which  melts  at  160°. 

Arabinose  and  xylose  are  aldoses,  and  have  the  same  formula, 

CH2OH.CHOH-CHOH.CHOH.CQ. 

This  constitution  is  proved  by  their  conversion,  on  gentle  oxidation 
with  bromine-water,  into  arabonic  add  and  xyUmic  add  respectively, 
both  of  which  have  the  formula  CH2OH.  (GH0H)3.C00H,  and  are 
therefore  stereoisomeric.  On  stronger  oxidation,  both  arabinose 
and  xylose  yield  trihydroxyglutaric  add,  C00H.(CH0H)3.C00H, 
the  constitution  of  which  follows  from  its  reduction  to  glutaric 
acid.  The  acid  obtained  from  arabinose  is  optically  active,  and 
that  from  xylose  is  inactive,  so  that  they,  too,  are  stereoisomerides. 
On  reduction,  these  two  pentoses  yield  respectively  arabilol  and 
xylUol,  which  are  stereoisomeric  pentahydric  alcohols.  Arabinose 
and  xylose  can  be  converted  into  hexoses  by  the  cyanhydrin- 
synthesis,  a  proof  that  neither  contains  a  C-atom  in  union  with  more 
than  one  OH-group  (209),  and  that  each  has  a  normal  carbon  chain: 

CH20H.(CHOH)3-Cn  -^  CH20H.(CHOH)3.C<^J-> 

->  CH20H.(CHOH)3.CHOH.COOH. 

Hexonic  acid 

This  hexonic  acid  yields  a  lactone  which,  on  reduction,  gives  the 
hexose.  Arabinose  and  xylose,  con  tain  three  asymmetric  C-atoms, 
and  are  optically  active. 

The  pentoses  have  one  property  in  conunon,  by  which  they 
may  be  recognized  and  distinguished  from  hexoses.  When  boiled 
with  dilute  sulphuric  acid,  or  hydrochloric  acid  of  sp.  gr.  1-06,  the 
pentoses  and  their  polyoses  form  a  volatile  compound,  furfuralde- 
hyde,  C5H4O2  (391),  which,  on  treatment  with  aniline  and  hydro- 
chloric acid,  yields  an  intense  red  dye. 

The  presence  of  the  polyose  of  xylose  can  be  detected  in  such  a 
Bobetanoe  as  straw  by  distillation  with  hydrochloric  acid  of  sp.  gr. 
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1  'Oe.  With  aniline  and  hydrochloric  acid,  the  distillate  gives  an  in- 
tense red  colouration,  and  with  phenylhydrazine  yields  a  phenyl- 
hydrazone  very  sparingly  soluble  in  water.  Both  these  reactions 
indicate  the  presence  of  furfuraldehyde. 

Hezoses. 

212.  The  hcTMses  are  colourlesfc  compounds  of  sweet  taste, 
which  are  difl&cult  to  crystallize,  and  cannot  be  distilled  without 
decomposition.  They  dissolve  readily  in  water,  with  difficulty  in 
absolute  alcohol,  and  are  insoluble  in  ether.  Since  all  the  aldo- 
hexoses  are  stereoisomerides  (209),  their  oxidation-products,  tlie 
monobasic  and  dibasic  acids,  are  also  stereoisomerides. 

1.  Dextrose  (d-glucose  or  grape-sugar)  is  present  in  many  plants, 
notably  in  the  juice  of  grapes,  and  in  other  sweet  fruits:  it  is  found 
in  the  urine  of  diabetic  patients,  and  in  small  quantities  in  normal 
urine.  It  can  be  obtained  from  many  polyoses;  for  example,  cane- 
sugar  is  converted  by  hydrolysis^inversion  (217) — into  a  mixture 
of  dextrose  and  laevulose  (212,  2),  called  invert-sugar.  The  tech- 
nical preparation  of  dextrose  from  starch,  by  boiling  with  dilute 
acids,  is  likewise  a  case  of  hydrolysis. 

Dextrose  crystallizes  from  water,  or  alcohol,  with  some  diffi- 
culty: the  crystals  obtained  from  methyl  alcohol  contain  no  water 
of  crystallization,  and  melt  at  146°.  It  is  mentioned  in  47  that 
dextrose  can  be  readily  fermented,  producing  chiefly  alcohol  and 
carbon  dioxide.  Natural  dextrose  is  dextro-rotatory:  a  lasvo- 
rotatory  and  an  optically  inactive  modification  have  been  arti- 
ficially prepared.  The  dextro-rotatory,  tevo-rotatory,  and  optically 
inactive  isomeridea  are  respectively  distinguished  by  the  prefixes 
d  (dexter) J  I  {Icevus),  and  i  {inactive);  thus,  d-glucose,  Z-glucose, 
i-glucose. 

By  convention,  all  other  monoses  derived  from  a  d-hexose, 
Z-hexose,  or  i-hexose  are  also  distinguished  by  the  letters  d,  Z,  or  t, 
even  when  they  possess  a  rotatory  power  opposite  in  sign  to  that 
indicated  by  these  letters.  Thus,  laevulose  or  ordinary  fructose, 
which  can  be  obtained  from  dextrose  or  d-glucose,  and  is  laevo- 
rotatory,  is  also  called  d-f ructose  on  account  of  its  genetic  relation  to 
d-glucose.  The  same  method  of  classification  is  adopted  for  the 
hexahydric  alcohols,  the  hexonic  acids,  and  in  general  for  all  deriva- 
tives of  the  hexoses. 
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Dextrose  is  an  aldose,  as  is  proved  by  its  oxidation  to  a  hexonic 
acid,  d-gluconic  acid,  CH20H«(CHOH)4«COOH:  further  oxidation 
produces  the  dibasic  (i-saccharic  acid, 

C00H.(CH0H)4-C00H. 

Saccharic  acid  forms  a  characteristic  potassium  hydrogen  salt  of 
slight  solubility,  which  serves  as  a  test  for  dextrose.  The  substance 
suspected  of  containing  dextrose  is  oxidized  with  nitric  acid:  sac- 
charic acid  is  produced  from  this  hexose,  if  present,  and  can  be  pre- 
cipitated as  potassium  hydrogen  salt  by  addition  of  a  concentrated 
solution  of  potassium  acetate. 

On  reduction,  dextrose  yields  a  hexahydric  alcohol,  d-sorbiiol: 
it  also  gives  an  osazone,  d-glucosazone,  which  is  soluble  with  diffi- 
culty in  water,  and  crystallizes  in  yellow  needles  v/1  ich  melt  at 

^-205^. 

Solutions  of  dextrose  and  many  other  sugars  furnish  examples  of 
a  phenomenon  called  muUirotation.  When  freshly  dissolved,  such 
substances  have  a  rotatory  power  other  than  that  possessed  by  them 
after  the  lapse  of  a  comparatively  short  interval  of  time.  Thus,  an 
aqueous  solution  of  dextrose  at  first  produces  a  rotation  a^j  =  1 10° : 
after  some  hours  it  produces  a  constant  rotation  a2)  =  52*5°.  The 
attainment  of  a  constant  rotatory  power  is  much  hastened  by  boiling 
the  solution,  and  is  effected  at  once  by  addition  of  a  small  quantity 
of  caustic  potash  or  ammonia. 

The  explanation  of  this  phenomenon  must  be  sought  in  the  par- 
tial conversion  of  the  dextrose  or  other  sugar  into  another  modifica- 
tion of  differeiit  rotatory  power.  When  the  rotation  has  become 
constant,  there  is  equilibrium  between  the  two  modifications. 

Tanret  has  prepared  three  different  crystalline  modifications  of 
dextrose,  denoted  by  a,  /?,  and  «.  Ordinary  dextrose  is  the  a-modi- 
fication:  it  crystallizes  with  one  molecule  of  water.  When  dissolved 
quickly  in  cold  water,  the  solution  produces  a  rotation  a/>=110°. 
In- aqueous  solution  the  /^-modification  at  first  only  rotates  the  plane 
through  ax)=19°:  ^'hen  allowed  to  remain  for  some  time,  or  boiled, 
or  mixed  with  a  trace  of  alkali,  the  rotation  rises  to  a£>  =  52*5°. 
When  dissolved  in  water,  the  e-modification  at  once  causes  a  rota- 
tion a2>  =  52 '5°,  indicating  that  it  is  not  an  independent  form,  but  a 
mixture  in  equilibrium  of  the  a-modification  and  /9-modification. 

Tanrkt  has  proved  by  experiment  that  this  surmise  is  correct. 
A  very  concentrated  solution  of  the  ^-modification  was  made,  and 
crystallized  at  0°.    When  a  solution  of  the  crystals  thus  obtained 
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was  prepared  at  a  low  temperature,  its  rotation  was  diminished  by 

addition  of  a  small  quantity  of  ammonia,  proving  that  the  crystals 

belonged  to  the  a-modification.     If  the  «-form  is  a  mixture  of  the 

a-modification  and  the  ^-modification,  the  latter  must  have  remained 

in  solution  in  the  mother-liquor,  and  addition  of  alkaU  should  increase 

the  rotation  of  this  residual  solution.    Experiment  proved  that  this 

was  so. 

Opinion  is  divided  regarding  the  formula  to  be  assigned  to  the 

a-modification  and  /9-modification  respectively,  but  both  are  known 

to  have  the  same  molecular  weight.   Some  chemists  think  that  one  has 

H 
the  formula  CH20H«(CHOH)4*Cq,  containing  the  aldehydo-group, 

XT 

— C^ ,  and  that  the  other  has  a  lactone-formula.    Others  consider 

it  probable  that  both  modifications  have  the  lactone-constitution, 
and  are  stereoisomer! c. 

With  a  small  quantity  of  water,  dextrose  yields  a  colourless 
syrup  used  in  the  preparation  of  liqueurs  and  of  confectionery. 

The  mechanism  of  the  formation  of  ethyl  alcohol  and  carbon  dioxide 
by  the  fermentation  of  dextrose  is  probably  best  explained  by  assuming 
alterations  in  the  relative  positions  occupied  by  the  hydroxyl 
groups  and  hydrogen  atoms.  It  may  be  supposed  that  elimination 
of  water  in  the  usual  manner  first  takes  place,  being  followed  by 
the  migration  of  one  hydrogen  atom.  These  changes  involve  the 
transformation  of  the  group  — CHOH-CHOH —  by  abstraction  of 
water  into  — CH— C{OH)— ,  which  then  changes  to  •— CHj.CO— . 
The  result  is  the  same  as  that  produced  by  an  exchange  of  position 
between  hydrogen  and  hydroxyl,  followed  by  elimination  of  water : 

—CHOH-CHOH >  --CH2.C(OH)2 >  — CH^-CO— . 

Analogous  phenomena  are  known,  among  them  the  formation  of 
acrolein  from  glycerol  (158),  of  pyroracemic  from  tartaric  acid 
(234),  and  of  oxalacetic  acid  from  tartaric  acid  (237). 

Methylglyoxal,  which  was  isolated  as  osazone,  is  an  inter- 
mediate decomposition-product  in  tho  intefec  ion  of  dextrose  and 
dilute  alkalis,  as  indicated  in  the  following  scheme. 

CH2OH  .CHOH  .CHOH  .CHOH  -CHOH  -Cq  -* 

(Migration  of  H  and  OH) 

-^CH8.C(OH)2.C(OH)3.CH,.CHOH.c9  -♦ 
H    OH  ^ 

(Decomposition  with  addition  of  IHsO) 
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-♦CH8-CX).Cq     and    CHaOH.CHOH.c|^  — H,0 -^CHs-CO-C^^. 

Methylglyoxal  Methylglyoxal 

Lactic  acid  has  been  identified  as  an  intermediate  product  in 
alcoholic  fermentation,  and  may  be  regarded  as  derived  from 
methylglyoxal  in  accordance  with  the  scheme 

CH8.C(0H),-cg  -^  CH,.CHOH.C§", 

Methylglyoxal  Lactic  acid 

resulting  from  a  change  of  position  between  hydroxyl  and  hydrogen. 
The  lactic  acid  then  loses  carbon  dioxide,  yielding  ethyl  alcohol: 

CHs.CHOH.COjH  «  CHs-CHjOH+COj. 

It  is  not  improbable  that  two  enzymes  play  a  part  in  these 
reactions.  One  of  them  may  occasion  the  interchange  of  position 
leading  to  the  formation  of  lactic  acid;  the  other  may  effect  the 
decomposition  of  the  lactic  acid  into  alcohol  and  carbon  dioxide* 

2.  LoBwlose  {Arfnictose  or  fruit-sugar)  is  present  along  with 
dextrose  in  most  sweet  fruits.  It  is  a  constituent  of  invert-sugar 
(217),  and  of  honey,  which  is  chiefly  a  natural  invert-sugar.  When 
hydrolyzed,  invlin,  a  polyose  contained  in  dahlia-tubers,  yields  only 
kevulose,  just  as  starch  yields  dextrose.  Lsevulose  crystallizes 
with  difficulty,  being  readily  soluble  in  water,  although  less  so  than 
dextrose.     It  is  l»vo-rotatory,  and  can  be  fermented. 

Laevulose  is  a  type  of  the  ketoses,  but  few  of  which  are  known. 
Its  formula,  CH20H-(CHOH)3-CO.CH20H,  is  inferred  from  the 
following  considerations.  First,  when  oxidized  with  mercuric 
oxide  in  presence  of  baryta-water,  it  is  converted  into  glycollic 
acid,  CH20H-C00H,  and  trihydroxyglutaric  acid, 

CCX)H.(CH0H)3-C00H. 

Since  oxidation  takes  place  in  the  carbonyl-group,  the  production 

of  these  acids  nece^itates   the  adoption   of  this  constitutional 

formula.     Second,  application  of  the  cyanhydrin-s\Tithesis  to  a 

compoimd  of  this  constitution  would  yield  a  heptonic  acid  with 

the  formula 

CH20H.(CHOH)3-C(OH)-CH20H. 

I 
COOH 
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That  the  heptonic  acid  obtained  from  Isevuiose  has  this  consti- 
tution, is  proved  by  heating  it  at  a  high  temperature  with 
hydriodic  acid,  whereby  all  the  hydroxy l-groups  are  replaced  by 
hydrogen,  and  a  heptylic  acid  is  formed.  This  acid  is  identical 
with  the  S3mithetic  methyt-n-biUylacetic  acid  (235,  2), 

CH3  •  (0112)3  •  CH  •  CH3 


i 


OOH 

The  osazone  of  laevulose  is  identical  with  that  of  dextrose.    A 
comparison  of  the  formula  of  dextrose, 

CH2OH.  (CH0H)3-CH0H.Cq, 

with  that  of  laevulose,  CH20H.(CHOH)3.CO.CH20H,  shows  that 
the  two  osazones  can  only  be  identical  if  the  a-C-atom  of  dextrose, 
and  the  terminal  Oatom  of  laevulose,  respectively  unite,  after  for- 
mation of  the  hydrazone,  with  the  second  phenylhydrazine-residue: 
that  is,  when  in  both  cases  this  reaction  takes  place  at  a  C-atom 
directly  linked  to  a  carbonyl-group.  For  this  reason,  it  is  assumed 
that  the  formation  of  an  osazone  always  results  in  the  union 
of  two  phenylhydrazine-residues  with  neighbouring  C-atoms. 
drOhicosazane,  or  A-fructosazone,  has  therefore  the  constitution 

CH2OH 
(CH0H)3 
C=N.NH.C6H5 
C=N.NH-C6H6 
H 

When  osazones  are  carefully  warmed  with  hydrochloric  acid,  two 
molecules  of  phenylhydrazine  are  eliminated,  with  formation  of  com- 
pounds, osoneSj  containing  two  carbonyi-groups.  For  example, 
d-glucosazone  yields  d-glucosoncj  * 

CHvOH.{CHOH),.CO.Cq. 

The  osones  can  be  reduced  by  treatment  with  zinc-dust  and  acetic 
acid,  and  it  is  found  that  addition  of  hydrogen  always  takes  place 
at  the  terminal  C-atom.    <f-Glucosone  yields  laevulose, 

CH.OH.(CHOH),.CO.CHX)H. 
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The  reaction  affords  a  means  of  converting  aldoses  into  ketoses: 

Aldose  — >  Osazone  — ►  Osone  — >  Ketose. 

Inversely,  an  aldose  can  be  obtained  from  a  ketose.  On  reduction, 
the  latter  yields  a  hexahydric  alcohol,  which  is  converted  by  oxida- 
tion into  a  monobasic  hexonic  acid.  This  substance  loses  water, 
yielding  the  corresponding  lactone,  whix;h  on  reduction  gives  the 
aldose : 

Ketose  -♦  Hexahydric  Alcohol  -♦  Hexonic  Acid  -^  Lactone  — ♦  Aldose. 

3.  d'Mannoie  is  an  aldose,  and  is  present  as  a  polyose  in  the 
vegetable-ivory  nut:  it  is  also  obtained  by  the  careful  oxidation 
of  the  hexahydric  alcohol  mannitolj  found  in  several  plants. 
d-Mannose,  a  hard,  amorphous,  hygroscopic  substance,  can  be  readily 
fermented,  and  is  very  soluble  in  water.  It  yields  a  characteristic 
hydrazone  which  melts  at  195°-200®,  and,  unlike  the  hydrazones 
of  the  other  monoses,  dissolves  with  difficulty  in  water.  On  oxi- 
dation, d-mannose  is  first  converted  into  the  monobasic  d-mannonic 
(ica,CH20H.(CHOH)4-COOH,and  then  into  the  dibasic  d-Twanno- 
saccharic  acid,  C00H.(CH0H)4-C00H.  It  yields  dextrose  by 
a  method  generally  applicable  to  the  conversion  of  aldoses  into 
their  stereoisomerides.  For  this  purpose,  it  is  first  converted  into 
d-mannonic  acid.  On  boiling  the  solution  of  this  substance  in 
quinoline  (395),  it  is  partly  transformed  into  the  stereoisomeric 
d-gluconic  acid,  the  lactone  of  which  can  be  reduced  to  dextrose. 
Inversely,  d-gluconic  acid  is  partly  changed  into  d-mannonic  acid, 
by  boiling  its  quinolme  solution,  so  that  dextrose  can  thus  be  con- 
verted into  d-mannose. 

Mannonic  acid  is  one  of  the  intermediate  products  in  Emil 
Fischer's  synthesis  of  dextrose.  He  converted  glyceraldehyde  into 
aqrose  (210,  4),  and  this  into  i-mannitol,  by  reduction  with  sodium- 
amalgam.  On  oxidation,  t-mannitol  yields  first  i-mannose,  and  then 
i-mannonic  acid,  which  can  be  resolved,  by  means  of  its  strychnine 
salt,  into  its  optically  active  modifications.  When  the  d-mannonic 
add  thus  obtained  is  heated  with  pyridine,  it  is  converted  into 
d-gluconic  acid,  the  lactone  of  which,  on  reduction  with  sodium- 
amalgam,  jrields  dextrose. 

The  stereoisomerism  of  d-mannose  and  dextrose,  as  well  as  of 
d-mannonic  acid  and  d-glucorric  acid,  is  occasioned  only  by  different 
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grouping  round  the  a-C-atom,  since  the  oeazone  of  d-mannose  is 
identical  with  that  of  dextrose.    As  this  has  the  constitution 

a    H 
CHaOH.CHOH.CHOH.CHOH.C— C=N.NH.C6H5, 

N.NH.CeHg 

these  osazones  can  only  be  identical  when  the  residue 

CH2OH.  (CH0H)2-CH0H— 

in  {2-mannose  and  dextrose  is  also  identical:  their  stereoisomerism 
can  then  only  result  from  a  difference  in  the  arrangement  of  the 
groups  linked  to  the  a-C-atom. 

So  far  as  the  transformations  of  the  monobasic  hexonic  acids 
when  boiled  with  quinoline  or  pyridine  have  been  studied,  it  has 
always  been  found  that  the  alteration  takes  place,  as  in  the  above 
instance,  at  .only  one  C-atom,  and  this  the  one  adjoining  the  alde- 
hydo-group,  the  a-C-atom. 

Very  remarkable  is  the  conversion  into  each  other,  discovered  by 
LoBRY  DE  Bruyn,  of  dextfosc,  laevulose,  and  mannose,  under  the 
influence  of  very  dilute  alkalis.  Their  rotatory  power  is  considerably 
reduced  thereby :  each  of  these  hexoses  forms  both  the  others,  and 
the  one  originally  present  is  not  completely  converted.  An  equilib- 
rium is  thus  established  which  may  be  represented  by  the  scheme 

Dextrose  4=^  Laevulose  ?=±  Mannose. 

That  IsBVulose  is  actually  an  intermediate  product  of  this  transforma- 
tion, is  shown  by  the  behaviour  of  the  dextro-rotatory  solution  of 
mannose,  which,  owing  to  the  formation  of  l8B\nilose,  first  develops 
IsBvo-rotation,  which  gradually  decreases  as  the  dextro-rotatory  dex- 
trose is  produced. 

4  and  5.  \-GliLcose  and  l-^mannose  are  important  on  account 
of  their  method  of  formation.  They  result  simultaneously  from 
2-arabinose  by  application  of  the  cyanhydrin-syn thesis,  and  reduction 
of  the  lactone  of  the  acid  thus  formed.  The  application  of  this 
synthesis  to  aldehydes  always  leads  to  the  production  of  two  stereoiso- 
merides  (186):  an  asjTnmetric  C-atom  results,  and  one  optically 
aciive  isomeride  is  as  likely  to  be  formed  as  the  other.  Z-Arabinose 
has  asymmetric  G-atoms  in  its  molecule,  and  an  additional  one  is 
produced  by  this  synthesis.    The  isomerides  display  dissimilar  rota- 
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tory  power,  but  this  is  no  longer  equal  and  opposite  in  sign,  since  the 
original  rotation  is  increased  in  one  isomeride  by  the  new  asymmetric 
C-atom  to  the  same  extent  as  it  is  diminished  in  the  other.  The 
rotation  of  the  isomerides  is  equal  and  of  opposite  sign  only  when 
the  original  molecule  was  optically  inactive. 

6.  d-Galaciose  can  be  obtained  by  the  hydrolysis  of  lactose,  or 
by  the  oxidation  of  the  hexahydric  alcohol  dvlcUol,  which  occurs  in 
certain  plants.  d-Galactose  is  crystalline,  melting  at  168**;  it  is 
strongly  dextro-rotatory,  is  capable  of  undergoing  fermentation, 
and  exhibits  multirotation.  Galactose  is  proved  to  be  an  aldose 
by  its  conversion,  on  oxidation,  into  the  monobasic  d-galactonic 
add,  C6H12O7.  Further  oxidation  yields  the  sparingly  soluble 
dibasic  mucic  add,  C00H«(CH0H)4»C00H,  which  is  optically  in- 
active, and  cannot  be  resolved  into  optically  active  components: 
its  formation  serves  as  a  test  for  d-galactose.  This  is  carried  out 
by  oxidizing  the  hexose  under  examination  with  nitric  acid. 

Their  conversion  into  Icevulic  add  (236),  on  treatment  with 
hydrochloric  acid,  constitutes  a  general  reaction  for  the  hexoses. 
Brown,  amorphous  masses,  known  as  humic  svbstances,  are  pro- 
duced at  the  same  time.  Lsevulic  acid  can  be  identified  by 
means  of  its  silver  salt,  which  dissolves  with  difl[iculty,  and  yields 
characteristic  crystals. 

The  identification  of  the  constituents  of  a  mixture  of  monoses 
can  often  be  readily  eflfected  by  the  aid  of  phenylhydrazine  and 
its  substitution-products  (305),  the  tendency  of  each  monose  to 
form  a  phenylhydrazone  or  osazone  depending  on  the  particular 
hydrazine-derivative  employed.  Thus,  from  a  solution  containing 
arabinose  and  dextrose  unsymmetrical  methylphenylhydrazine, 
C6H5N(CH3)'NH2,  dissolved  in  acetic  acid  precipitates  arabinose 
methylphenylhydrazone.  If  this  is  filtered  ofif  and  the  liquid 
warmed  after  addition  of  an  acetic-acid  solution  of  phenylhydra- 
zine, phenylglucososazone  crystallizes  out. 

Heptosesy  Octoses,  and  Nonoses. 

213.  These  substances  are  not  natural  products,  but  can  be 
built  up  from  the  hexoses  by  the  cyanhydrin-synthesis:  for  example, 
mannose  yields  mannoheylose,  manno-octos€f  and  mannononose. 
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Stereochemistry  of  the  Monoses. 

3x4.  It  was  stated  (209)  that  all  the  aldohexoses  and  aldopen- 
toses  have  the  same  structure,  and  that,  in  consequence,  their  isomer- 
ism must  be  stereoisomerism.  Although  it  would  be  beyond  the 
scope  of  this  book  to  deduce  the  configuration  of  all  the  pentoses  and 
hexoses  mentioned  here,  it  is  desirable  to  indicate  how  this  is  deter- 
mined for  such  compounds;  that  is,  for  those  containing  several 
asymmetric  carbon  atoms  in  the  molecule. 

It  was  mentioned  (191)  that  the  presence  of  two  dissimilar  asym- 
metric Oatoms  in  a  molecule  causes  the  existence  of  a  greater  num- 
ber of  stereoisomerides  than  that  of  two  similar  asymmetric  Oatoms. 
It  will  be  seen  from  a  projection-formula  that  the  principle  applies  to 
a  greater  number  of  asymmetric  C-atoms  in  the  molecule.  The 
projection-formulae  for  two  aldopentoses. 


CH2OH 


HO- 
HO- 
HQ- 


H 
H 
H 

H- 

and    H- 

H- 

CH20H 

-OH 

-OH, 

-OH 


t 


"S 


cannot  bo  made  to  coincide  by  rotation  in  the  plane  of  the  paper 
(191):  the  aldopentoses,  therefore,  are  not  identical.  The  corre- 
sponding trihydroxyglutaric  acids 


HO- 
HO- 
HO- 


COOH 

? H 

?— H 
COOH 


and 


H- 
H- 
H- 


COOH 
—OH 
—OH 
—OH 


COOH 


are,  however,  identical,  since  their  projection-formuke  can  be  made 
to  coincide.  In  these  compounds  the  asymmetric  C-atoms  1  and  3 
are  similar,  while  in  the  pentoses  they  are  dissimilar. 

Assuming  that  the  determination  of  the  configuration  of  a  tri- 
hydroxyglutaric acid  is  possible,  and  that  it  leads  to  the  projection- 
formula  given  above,  it  follows  that  the  pentose  from  which  this  acid 
is  obtained  by  oxidation  must  have  one  of  the  above  configurations, 
and  that  all  others  are  excluded.  It  thus  only  remains  to  distinguish 
between  these  two  configurations. 

In  order  to  determine  the  stereochemical  structure  of  a  pentose, 
it  is,  therefore,  first  necessary  to  determine  that  of  the  corresponding 
trihydroxyglutaric  acid.  The  optical  behaviour  of  these  acids  affords 
a  means  of  determining  their  stereochemical  structure.  Xylose, 
which  is  optically  active,  is  converted  by  oxidation  into  an  optically 
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inactive  trihydroxyglutimc  acid  which  melta  at  152^.  Since  an 
optically  inactive  substance  is  here  obtained  from  an  optically  active 
one,  not  from  a  racemic  compound,  the  inactivity  must  be  due  to 
intramolecular  compensation,  a  fact  which  must  find  expression  in 
the  configuration  allotted  to  this  particular  trihydroxyglutaric  acid. 
The  projection-formula  of  a  compound  which  is  optically  inactive  on 
account  of  intramolecular  compensation  must  fulfil  this  condition: 
itself  and  its  mirror-image  must  be  capable  of  being  made  to  coincide 
by  rotation  in  the  plane  of  the  paper;  that  is,  itself  and  its  mirror- 
image  must  be  identical.  For,  if  it  were  otherwise,  two  enantio- 
norphous  configurations — the  formula  and  its  mirror-image — would 
be  possible,  while  for  intramolecular  compensation  only  one  con- 
figuration is  posable. 

The  above  reasoning  may  be  applied  to  the  determination  of  the 
stereochemical  structure  of  arabinose.  Eight  stereoisomeric  for- 
muke  are  posfflble  for  a  pentose,  but,  by  arranging  these  in  pairs  of 
mirror-images,  and  taking  one  of  each  pair,  four  different  types  are 
obtained: 


H- 
H — 
H 


CHjOH 
OH 


— OH 
OH 


H— 

H — 

HO — 


CHjOH 


.H 
O 


— OH 
— OH 
H 


H — 
HO — 
HO — 


CH2OH 


c^ 


H — 

HO — 

H — 


CH2OH 


— OH 
— H  . 
—OH 

'^O 

IV. 


— OH 
— H 
— H 

I.  11.  III. 

The  mirror-image  of  I.  is  represented  on  p.  276. 

Arabinose  is  converted  by  oxidation  into  an  optically  active  tri- 
hydroxyglutaric acid.  This  excludes  the  trihydroxyglutaric  acids 
which  could  be  obtained  from  types  I.  and  IV.,  since  each  of  these 
could  be  made  to  coincide  with  its  mirror-image,  and  thus  would  be 
optically  inactive: 
COOH 


COOH 


H- 
H- 
H- 


-OH 
-OH 
-OH 


COOH 
CXX>H 


IV. 


H- 

HO- 

H- 


-OH 

-H 

-OH 


identical  with  its 
mirror-image, 


identical  with  its 
mirror-image, 


HO- 
HO- 
HO- 


-H 
-H. 
-H 


COOH 
COOH 


HO 

H 

HO 


-H 

-OH. 

-H 


COOH 


I 


COOH 
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The  fact  that  by  the  aid  of  the  cyanhydrin-flynthesis  arabinose 

can  be  converted  into  a  mixture  of  dextrose  and  mannose,  which  on 

oxidation  .jrields  the  optically  active  saccharic  acid  and  mannosac- 

charic  acid,  enables  a  choice  between  types  II.  and  III.  to  be  made. 

H  H 

Since  in  the  cyanhydrin-synthesis  only  the  group  C/^  in  CHOH-Cj^ 

is  altered,  the  configuration  of  the  rest  of  the  C-atoms  remaining 
unchanged,  saccharic  acid  and  mannosaccharic  acid  must  have  ths 
stereochemical  structure 


COOH 


COOH 


H- 

H- 

HO- 

HO- 


-OH  H- 

-OH  or      H- 

-H  HO- 

-H  H- 


COOH 


-OH 
-OH 
-H 
-OH 


COOH 


if  arabinose  is  represented  by  formula  II.  Neither  of  these  can  be 
made  to  coincide  with  its  mirror-image,  so  that  formula  II.  is  assumed 
to  represent  arabinose.  Formula  III.  is  excluded,  since  otherwise 
one  of  the  acids  mentioned  above  must  have  the  stereochemical 
constitution 

COOH 


H- 
HO- 
HO- 

H- 


-OH 
-H  , 
-H 
-OH 


COOH 

which  is  identical  with  its  mirror-image :  one  of  the  acids  would  then 
be  optically  inactive,  which  is  not  the  case. 

Arabinose  has,  therefore,  a  formula  of  the  type  II.,  but  it  is  still 
uncertain  whether  it  should  be  represented  by  the  formula  given 
above,  or  by  its  mirror-image. 

n.  DIOSES. 

215.  Numerous  dioses  (or  biases)  are  known,  which  are  almost 
exclusively  derived  from  hexoses,  and  therefore  have  the  formula 

CJ2H22O11  =  2C6H12O6 — H2O. 

No  dioses  are  known  which  can  be  decomposed  into  a  poitose 
and  a  hexose:  on  hydrolysis,  som3  of  the  hexodioses  yield  two 
differait  monoses,  and  some  only  one. 
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The  hydrolysis  can  be  eflfected  not  only  by  boiling  with  dilute 
acids,  but  also  by  the  action  of  enzymes  (222).  On  account  of  the 
readiness  with  which  decomposition  with  water  takes  place,  it  is 
assumed  that  the  monoses  from  which  a  diose  is  formed  are  not 
linked  together  through  the  carbon  atoms,  but  through  one  or 
more  oxygen  atoms. 

Hitherto,  all  attempts  to  synthesize  natiiral  dioses  have  failed. 

EuiL  Fischer  has,  however,  isolated  a  diose,  laolactoae,  from  a 
mixture  of  dextrose  and  galactose:  this  was  treated  with  an  enzyme 
called  lactase,  present  in  kephir-^^rannles. 

Fischer  has  also  prepared  artificial  dioses  synthetically  from 
monoses,  such  as  dextrose.  On  treatment  with  acetyl  chloride, 
these  substances  yield  acetochloro-compounds  with  four  acetyl- 
groups,  the  fifth  hydroxyl-group  of  the  monose  being  replaced 
by  a  Cl-atom.  The  formula  of  these  acetochloro-compounds  is 
CeH,OCl(OC2H,0)4.  They  are  converted  by  a  monose  and  sodium 
alkoxide  into  tetra-acetyl-derivatives  of  dioses,  from  which  the 
acetyl-groups  can  be  eliminated  by  means  of  sodium  hydroxide,  and 
the  free  dioses  then  isolated  as  osazones.  Dextrose  converts  aceto- 
chlorogalactose  into  a  diose  probably  identical  with  melediose  (224). 


Maltose. 

Maltose  in  the  crystallized  state  has  the  formula  C12H22O11 +H2O, 
and  can  be  prepared  from  starch  by  the  action  of  diastase  (47). 
It  is  an  important  intermediate  product  in  the  industrial  produc- 
tion of  alcohol. 

Maltose  crystallizes  in  small,  white  needles,  and  is  strongly 
dextro-rotatory.  When  boiled  with  dilute  mineral  acids,  it  yields 
only  dextrose.  It  exhibits  all  the  characteristics  of  the  monoses: 
thus,  it  reduces  an  alkaline  copper  solution;  yields  an  osazone, 
maUoaazane  (Ci  2H22O1 1  -  2H2O  -  2H  +  2C6H5NH  •  NH2) ;  and  it 
can  be  oxidized  to  the  monobasic  maltobionic  acid,  C12H22O12, 
which,  on  hydrolysis,  splits  up  into  dextrose  and  d-gluconic  acid, 
CH2OH .  (CH0H)4  -COOH. 

These  properties  show  that  maltose  contains  only  one  of  the 
two  carbonyl-groups  present  in  two  molecules  of  dextrose:  thus,  it 
forms  ^n  osazone  with  two,  instead  of  four,  molecules  of  phenyl- 
hydrazine,  and  yields  a  monobasic  instead  of  a  dibasic  acid.     The 
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linking  of  the  two  molecules  of  dextrose  must,  therefore,  involve 
in  the  reaction  the  carbonyl-oxygen  of  only  one  molecule.  Such  a 
linkage  between  two  monose  molecules  is  called  a  monocarbonyl- 
bond.  If  this  is  denoted  by  the  sign  < ,  and  a  free  carbonyl-group 
in  a  molecule  by  < ,  then  maltose  can  be  represented  by  • 

C6Hii05<O.C6Hii06<, 
Dextrose  Dextrose 

Lactose. 

2i6.  Lactose  {mUk-sugar)  is  present  in  milk^  and  is  prepared 
from  it. 

Whey  is  usually  employed  for  this  purpose:  it  is  the  liquid  which 
remains  after  the  cream  has  been  separated  and  the  skimmed  milk 
has  been  used  for  making  cheese.  In  these  processes  the  milk  is 
deprived  of  most  of  its  fats  and  proteids;  the  whey  contains  nearly 
all  the  lactose,  and  a  large  proportion  of  the  mineral  constituents  of 
the  milk.  The  lactose  is  obtained  by  evaporation,  and  purified  by 
recrystallization. 

Lactose  crystallizes  in  well-defined,  large,  hard  crystals.  It 
has  not  such  a  sweet  taste  as  sucrose,  and  in  the  mouth  resembles 
sand,  on  account  of  the  hardness  of  its  crystals. 

On  hydrolysis,  lactose  splits  up  into  d-galactose  and  dextrose. 
It  shows  the  reactions  of  the  monoses,  and  can  be  proved,  by  a 
method  analogous  to  that  employed  for  maltose,  to  contain  one 
free  carboirj^l-group  in  the  molecule:  it  is,  theref:re,  made  up  of 
dextrose  and  rf-galactose,  linked  by  a  monocarbonyl-bond.  The 
free  carbonyl-group  belongs  to  the  dextrose  molecule,  since  lactose 
is  converted  by  oxidation  with  bromine-water  into  lactobionic  acidj 
which  is  converted  by  hydrolysis  into  d-galactose  and  d-gluconic 
acid.  'Lactose  is,  therefore,  represented  by 

C6Hn06<O.C6Hn06<- 

(^Galactose  Dextroee 

Sucrose. 

217.  Sucrose  {cane-sugar  or  saccharose)  is  present  in  many  plants, 
and  is  prepared  from  sugar-beet  and  sugar-cane.  It  crystallizes 
well,  and  is  very  soluble  in  water.     It  melts  at  160**,  and  on  cooling 
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solidifies  to  an  amorphous,  glass-like  mass,  which  after  a  consid- 
erable time  becomes  crystalline.  When  strongly  heated,  it  turns 
brown,  being  converted  into  a  substance  called  caramel.  On 
hydrolysis,  sucrose  yields  dextrose  and  Isevulose  in  equal  propor- 
tions. This  mixture  is  called  invert-sugar,  and  is  Isevo-rotatory, 
since  Isevulose  rotates  the  plane  of  polarization  more  to  the  left  (212) 
than  -dextrose  does  to  the  right.  Sucrose  itself  is  strongly  dextro- 
rotatory, so  that  the  rotation  has  been  reversed  by  hydrolysis. 
This  is  called  inversioriy  a  term  also  applied  to  the  hydrolysis  of 
other  dioses  and  of  polyoses.  Sucrose  does  not  show  the  reactions 
characteristic  of  the  monoses:  thus,  it  does  not  reduce  an  alkaline 
copper  solution,  is  not  turned  brown  by  caustic  potash,  and  does 
not  yield  an  osazone.  Hence,  it  is  evident  that  there  are  no  free 
carbonyl-groups  in  its  molecule;  it  may,  therefore,  be  concluded 
that  both  of  these  have  entered  into  reaction  in  the  union  of  the 
two  monoses.  Such  a  linking  between  two  monoses  is  called  a 
dtcarbanyl-bondf  and  is  represented  by  the  sign  <0>;  so  that 
sucrose  has  the  formula 

C6Hii05<b>C6Hn05. 

Dextrose  Laevulose 

218.  The  discovery  that  alcohols  are  able,  under  the  influence  o^ 
hydrochloric  acid,  to  unite  with  monoses  with  elimination  of  water, 
affords  an  insight  into  the  nature  of  the  monocarbonyl-bond  and 
the  dicarbonyl-bond.  The  substances  thus  formed  are  called  ghicos- 
ides,  since  they  are  in  many  respects  analogous  to  the  natural  glucos- 
ides,  substances  which  are  decomposed  into  a  sugar,  and  one  or  more 
compounds  of  various  kinds,  on  boiling  with  dilute  acids.  The  arti- 
ficial glucosides  are  obtained  by  the  action  of  one  molecule  of  an 
alcohol  upon  a  monose : 

CeHiaO.  +  CHaOH    -    CoHnOe-CHa  +  HaO. 

Methyl  glucoside 

These  compounds  were  discovered  by  Emil  Fischer,  who  has 
assigned  to  them  a  constitution  analogous  in  some  respects  to  that 
of  theacetals  (113,  2): 

H^ H 

^^0  +  HiOCH.  -*  ^^<OCH,- 


Aldehyde         Alcohol  Aoetal 
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In  the  formation  of  gluooside,  only  one  molecule  of  alcohol  acts  upon 
the  aldose,  so  that  one  of  the  hydroxyl-groups  of  the  latter  plays  the 
part  of  a  second  alcohol  molecule: 


CH2OH 

CHOH 

yCJHO^^ 

iSCHOH 

oCHOH 


C|0        +H 


CH,OH 

CHOH 

rCHO , 

iSCHOH 
aCHOH 


OCH, 


C-OCH, 
H 


The  grounds  for  the  assumption  of  this  constitution  are:  first,  these 
glucosides  are  readily  resolved  into  their  components,  which  argues 
against  the  existence  of  a  carbon  bond  between  the  latter;  second, 
the  hydroxyl  of  the  r-C-atom  is  assumed  to  be  the  one  which  reacts, 
since  other  compounds  containing  the  group  — CHOH -CO —  do  not 
yield  glucosides;  the  a-hydroxyl-group,  therefore,  does  not  react. 
The  r-hydroxyl,  being  attached  to  the  fourth  C-atom  of  the  chain, 
is,  moreover,  the  most  likely  to  enter  into  reaction,  since  a  number 
of  instances  of  similar  behaviour  are  known,  such  as  that  of  the  acids 
yielding  lactones  (188). 

The  combination  of  two  monoses  with  elimination  of  one  mole- 
cule of  water  may  be  represented  as  being  analogous  to  the  forma- 
tion of  a  glucoside  from  an  alcohol  and  a  monose.  Maltose  and  lactose, 
which  are  united  by  a  monocarbonyl-bond  and  contain  one  free 
carbonyl-group,  are  combined  thus: 


CH^OH 
CHOH 


rcnoH 

;9CH0H 
oCHOH 

cb 

+H 

CH,OH 

pH 

nR 

CHOH     yo 

(CHOH), 

CHO— 

(CHOHX 

-H/)+CH0H 

CH, 

OCH, 

CHOH 

c 

H 


H 


By  analogy  the  constitution  of  sucrose,  in  which  bevulose  and  dex- 
trose are  united  by  a  dicarbonyl-bond,  will  be 


^A 
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CH2OH 
CHOH 

CHOH 
CHOH 
C=^ 
H 


CH2OH 

•CHO- 

^HOH 

rCHOH 

^C — 

O  aCH^H 


/ 


/ 


y 


Sucrose    forms    compounds    with    bases,    called    saccharates: 

among    them  are    Ci2H220ii-CaO*2H20    and   Ci2H220ii-2CaO, 

which  are  readily  soluble  in  water.     When  the  solution  is  boiled, 

•  the  nearly  insoluble  tricalcium  saccharate  Ci2H220ii«3CaO-3H20 

is  precipitated. 

Manufacture  of  Sucrose  from  Sugar-beet 

219.  Sucrose  is  present  in  solution  in  the  cell-fluid  of  the  sugar- 
beet.  The  cell-walls  are  lined  with  a  thin,  continuous  layer  of 
protoplasm,  constituting  a  semi-permeable  membrane,  which  pre- 
vents the  diffusion  of  the  sugar  from  the  cells  at  ordinary  tempera- 
tures. When  placed  in  water  at  80^-90°,  the  protoplasm*  is  killed, 
coagulates,  and  develops  minute  ruptures,  through  which  the  cell- 
fluid  can  diffuse.  The  process  is  facilitated  by  cutting  up  the  beet 
into  pieces  2  to  3  mm.  in  thickness.  In  order  to  make  the  diffu- 
sion-process as  complete  as  possible  with  a  minimum  amount  of 
water,  the  slices  are  placed  in  vats  through  which  water  circulates 
in  such  a  manner  that  the  nearly  exhausted  material  is  acted  on 
by  fresh  water,  while  that  which  is  only  partly  exhausted  comes 
into  contact  with  the  solution  already  obtained,  so  that  the  material 
richest  in  sugar  is  treated  with  the  strongest  extract,  and  vice  versa 
{principle  of  the  counter-current).  The  solution  obtained  contains 
12-15  per  cent,  of  sugar,  which  is  about  the  proportion  contained  m 
the  beet  itself. 

Slaked  lime  is  added  to  this  solution,  whereby  a  double  object 
is  attained.  First,  the  free  acids  in  the  juice,  such  as  oxalic  acid 
and  citric  acid,  are  precipitated,  along  with  the  phosphates:  their 
removal  is  necessary,  since  on  concentrating  the  solution  they 
would  cause  inversion.  Second,  proteids  and  colouring  mat- 
ters are   precipitated   from  the   solution.    To   accomplish   these 
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objects,  it  is  necessary  to  add  an  excess  of  lime,  part  of  which  goes 
into  solution  as  saccharate.  The  saccharate  is  then  decomposed 
by  a  current  of  carbon  dioxide,  care  being  taken  to  leave  the  liquid 
faintly  alkaline.  The  precipitate  is  separated  by  a  filter-press, 
and  the  filtrate  concentrated.  To  obtain  the  maximum  yield  of 
sugar,  the  concentration  must  take  place  at  a  low  temperature. 
This  is  attained  by  the  use  of  vacuum-pans,  in  which  the  sugar- 
solution  boils  under  diminished  pressiu^.  The  first  product  of  the 
concentration  is  a  thick  syrup,  more  strongly  alkaline  than  the 
original  solution.  Calcium  carbonate  is  precipitated  by  repeated 
treatment  with  carbon  dioxide  until  the  thick  syrup  is  almost 
neutral.  After  filtration,  the  syrup  'is  concentrated  until  crystals 
of  sugar  begin  to  separate.  It  is  then  allowed  to  cool,  when  more 
crystals  are  obtained,  mixed  with  a  syrupy  liquid,  which  is  removed 
in  a  centrifugal  machine.  This  syrup  is  further  crystallized  by 
slow  agitation  with  a  stirring  apparatus,  and  the  crystals  are  again 
separated  by  means  of  the  centrifugal  machine.  The  residual 
syrup  (molasses)  is  worked  up  in  the  preparation  of  alcohol. 

The  sugar  thus  prepared  is  not  pure:  it  is  brown,  and  contains 
a  certain  amount  of  S3rrup.  The  crude  product  is  purified  by  dis- 
solving it,  decolourizing  with  animal-charcoal,  and  concentrating 
in  vacuum-pans. 


Qtiantitative  Estimation  of  Sucrose. 

220.  The  great  practical  importance  of  sucrose  makes  it  de- 
sirable to  have  a  quick  and  acciu-ate  method  of  estimating  it 
quantitatively.  This  is  effected  almost  exclusively  by  examining 
its  aqueous  solution  with  the  polarimeter  (27,  2).  Since  sucrose 
is  strongly  dextro-rotatory  ([a]D=  +66-5°),  a  small  quantity 
produces  an  appreciable  amount  of  rotation,  which,  moreover,  is 
almost  independent  of  the  temperature,  and  for  practical  purposes 
may  be  considered  as  proportional  to  the  concentration.  It  is 
obvious  that  this  method  will  only  yield  accurate  results  when 
no  other  optically  active  substances  are  present  in  the  solution. 
If  such  substances  are  present,  either  they  must  be  removed,  or 
their  effect  taken  into  account.  The  former  method  is  adopted  in 
the  determination  of  the  amount  of  sugar  in  beet.     The  sample  is 
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grated  with  a  fine  rasp  to  destroy  the  cell-walls,  and  a  weighed 
quantity  is  made  up  to  a  certain  volume  with  cold  water,  which 
dissolves  not  only  the  sucrose,  but  also  optically  active  proteids. 
The  latter  are  precipitated  with  lead  acetate,  filtered  off,  and  the 
amoimt  of  rotation  observed. 

When  another  sugar  is  present  in  the  solution  along  with  the 
sucrose,  it  is  necessary  to  proceed  by  the  second  method.  Suppose 
dextrose  is  the  other  sugar  present.  The  rotatory  power  of  the 
solution,  which  will  be  dextro-rotatory,  is  first  determined.  If  it 
be  now  inverted,  the  solution  will  either  diminish  in  dextro-rota- 
tion,  or  will  become  tevo-rotatory,  since  invert-sugar  is  lavo- 
rotatory.  The  rotatory  power  of  an  invert-sugar  solution  obtained 
from  a  sucrose  solution  of  given  strength  being  known,  these  two 
observations  furnish  the  data  by  which  the  percentage  of  dextrose 
in  caneHsugar  or  beet-sugar  can  be  calculated. 

Velocity  of  Inyersion  of  Sucrose. 

221.  The  equation  for  unimolecular  reactions  (loi)  may  be 
applied  to  the  inversion  of  a  dilute  solution  of  sucrose.  If  the 
original  amount  of  the  latter  present  was  p,  and  after  a  certain 
time  the  quantity  x  has  been  inverted,  then  the  velocity  a  in  the 
fraction  of  time  immediately  following  can  be  expressed  by  the 
equation 

in  which  A  is  a  constant.  The  inversion  can  be  effected  by  means 
of  differ^it  acids  of  the  same  molecular  concentration:  the 
velocity  of  the  reaction  is  dependent  upon  the  nature  of  the  acid 
employed,  so  that  different  values  are  obtained  for  the  velocity- 
constant  k.  When  the  values  of  this  constant  and  of  the  electrolytic 
dissociation-constant  for  these  acids  are  compared,  they  are  found 
to  be  proportional  to  one  another.  An  acid  which  is  ionized  strongly 
effects  inversion  much  more  rapidly  than  one  but  slightly  ionized^ 
from  which  it  follows  that  only  the  ionized  part  of  the  acid  exer- 
cises an  inverting  influence.  Since  only  the  hydrogen  ion  is  com- 
mon to  all  acids,  it  must  be  concluded'that  inversion  is  the  result  of 
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the  catalytic  action  of  the  hydrogen  ions.  Inversely,  the  concentra- 
tion of  the  hydrogen  ion  in  the  solutions  of  acid  salts,  for  example, 
may  be  determined  by  measuring  the  velocity  of  inversion. 

For  an  inversion  effected  by  the  action  of  an  enzyme,  the  equa- 
tion does  not  hold.  This  is  explained  by  the  fact  that  the  reactivity 
of  an  enzyme  depends  on  both  the  concentration  of  the  sucrose  and 
that  of  its  own  inversion-products,  whereas  the  inverting  power  of 
an  acid  is  independent  of  the  concentration  of  the  latter. 


Fennentation  and  the  Action  of  Enzymes. 

322.  The  alcoholic  fermentation  of  liquids  is  one  of  the  longest 
known  reactions.  During  the  nineteenth  century  a  number  of 
other  reactions  were  identified  as  fermentation-processes,  such  as 
the  lactic  fermentation  and  butyric  fermentation  of  sugar,  putre- 
factive fermentation,  and  others.  Fermentation-processes  include 
a  number  of  reactions  which  take  place  slowly  and  at  ordinary 
temperatures:  they  are  usually  attended  by  the  evolution  of  a  gas 
and  of  heat,  and  depend  upon  the  action  of  micro-organisms,  such 
as  yeast-cells,  bacteria,  and  schizomycetes. 

The  part  played  by  these  micro-organisms  m  fermentation- 
processes  has  been  the  subject  of  much  diversity  of  opinion.  Liebig 
thought  that  yeast  contained  certain  easily  decomposed  ferments, 
and  that  it  was  their  decomposition  which,  as  it  were,  induced  the 
fermentation  of  the  substance.  Pasteur,  how-ever,  after  a  series 
of  brilliant  researches,  became  convinced  that  fermentation  can 
only  be  brought  about  by  living  yeast-cells,  and  that  the  process 
is,  therefore,  a  physiological  phenomenon;  that  is,  a  complicated 
biological  function  of  these  cells.  Thus,  he  concluded  that  there 
could  be  no  fermentation  without  living  yeast-cells,  a  theory  which 
was  universally  accepted,  Ltebig's  supposition  that  the  part  played 
by  the  cells  is  only  a  secondary  one  being  abandoned. 

In  accordance  with  Pasteur's  theory,  the  process  of  fermenta- 
tion is  inseparable  from  the  presence  and  propagation  of  yeast- 
cells.  If  it  were  found  possible  to  bring  about  fermentation  with- 
out their  presence,  his  theory  would  fall  to  the  ground.  Eduard 
BucHNER  has  effected  this.  He  triturated  fresh  yeast  with  sand, 
whereby  tihe  cell-walls  were  destroyed.    The  dough-like  mass  was 
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Bubmitted  to  great  pressure,  which  expressed  a  liquid  (German, 
Presssaft):  this  expressed  yeast-juice  was  separated  by  filtration 
from  the  cells  still  floating  in  it.  Buchner  proved  in  various  ways 
that  this  yeast-juice  contains  neither  living  cells  nor  living  proto- 
plasm: for  instance,  the  yeast  may  be  first  killed  by  the  action  of 
acetone;  the  extract  from  it  can  nevertheless  set  up  active  fermen- 
tation in  a  solution  of  sugar  similarly  to  that  obtained  from  living 
yeast.  The  fermeQtation  is  caused  by  a  dissolved  substance,  which, 
on  account  of  its  properties,  such  as  coagulation  on  warming,  must 
be  classed  with  proteids:  it  is  a  kind  of  enzyme,  to  which  Buchner 
has  given  the  name  zymase.  The  yeast-cells  only  have  the  func- 
tion of  producing  Z3rmase. 

BucHN'ER  has  proved  by  analogous  methods  that  other  fermen- 
tation-processes, such  as  the  lactic  fermentation  and  acetic  fermen- 
tation, are  not  caused  by  the  bacilli  themselves,  but  by  the  enzyme 
they  contain. 

The  chemical  structure  of  the  enzymes  is  still  wholly  unknown. 
Most  of  them  have  not  been  obtained  in  the  pure  state.  Their 
power  of  decomposing  compounds  is  also  not  understood.  Hither- 
to, only  small  insight  has  been  obtained  into  the  conditions  upon 
which  their  action  depends. 

First,  the  enzymes  only  act  at  the  ordinary,  or  at  a  slightly 
elevated,  temperature:  below  the  freezing-point  their  activity  is 
suspended,  but  returns  at  the  ordinary  temperature:  on  heating, 
they  are  decomposed.  Second,  they  are  sometimes  rendered  in- 
active ("poisoned'^  by  the  presence  of  small  quantities  of  certain 
substances,  such  as  hydrocyanic  acid.  Third,  it  is  very  remark- 
able that  a  given  enzyme  can  only  produce  changes  in  a  few  sub- 
stances, and  has  no  action  on  other  similar  compounds.  Thus,  of 
the  different  monoses  containing  two  to  nine  C-atoms,  only  the 
trioses,  hexoses,  and  nonoses  undergo  the  alcoholic  fermentation: 
in  fact,  these  are  the  only  monoses  which,  according  to  their  formula, 
can  be  readily  converted  into  CO2  and  C2H5OH;  for  instance, 

CsHeOa^CgHsOH+COz. 

Only  the  monoses  are  capable  of  being  fermented  by  enzymes: 
dioses  must  first  be  converted  into  monoses.  Yeast  contains  an 
enzyme,  invertase,  which  first  decomposes  sucrose  into  a  mixture 
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of  Isevulose.  and  dextrose.  This  is  proved  by  the  fact  that  certain 
varieties  of  yeast,  which  do  not  contain  mvertase,  are  incapable  of 
fermenting  sucrose:  thus,  Schizoaaccharomyces  octosporuSj  discov- 
ered by  Beterinck,  can  ferment  maltose,  but  not  sucrose.  This 
variety  of  yeast  contains  no  invertase,  but  only  maltase,  the 
enzyme  by  which  maltose  is  hydrolyzed. 

The  aptitude  for  decomposition  by  enzymes,  possessed  by  the 
"monoses,  has  been  proved  by  Emil  Fischer  to^be  intimately  con- 
nected with  their  stereochemical  configuration.  The  three  naturally 
occurring  sugars,  dextrose,  d-mannose,  and  IsBvulose,  are  capable  of 
undergoing  fermentation,  and  there  is  a  great  similarity  in  their 
configurations,  since  they  differ  only  in  the  grouping  round  two 
C-atoms: 
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d-Galactose,  which  is  also  a  natural  product,  has  a  somewhat  dif- 
ferent configuration,  and  is  either  more  slowly  fermented  by  certain 
varieties  of  yeast,  or  not  at  all.  The  mirror-images  of  these  com- 
pounds, Z-glucose,  etc.,  are  not  capable  of  undergoing  fermentation. 

The  cause  of  these  phenomena  is  probably  the  asymmetric  struc- 
ture of  the  enzyme  molecule.  Although  these  substances  have  not 
been  obtained  in  the  pure  state,  their  great  resemblance  to  the  pro- 
teids,  and  the  probability  of  their  formation  from  them,  render 
their  optical  activity  undoubted :  that  is,  they  are  to  be  looked  upon 
as  built  up  of  asymmetric  molecules.  This  has  led  to  the  hypothesis 
that  there  must  be  a  similarity  in  molecular  configuration  between 
the  enzymes  and  the  substances  which  they  decompose;  and  that 
when  this  similarity  is  wanting,  no  reaction  can  take  place.  Emil 
Fischer  appropriately  compares  this  resemblance  in  structure  to 
that  necessary  between  a  lock  and  a  key,  in  order  that  the  latter 
may  pass  the  lock. 

The  application  of  these  views  to  the  chemical  processes  which 
go  on  in  the  more  highly  developed  organisms  leads  to  the  concep- 
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tioQ  that  generally  in  reactions  in  which  proteids  take  part,  as  is 
undoubtedly  the  case  in  the  protoplasm,  the  configuration  of  the 
molecule  has  the  same  importance  as  its  structure.  Various  phe- 
nomena may  be  thus  explained:  the  sweet  taste  possessed  by  one 
of  the  optically  active  asparagines,  and  the  absence  of  taste  in  the 
other;  the  different  amounts  to  which  the  three  stereoisomeric 
tartaric  acids  are  oxidized  in  the  body  of  a  dog  fed  with  them;  the 
fact  that,  on  subcutaneous  injection  of  a  rabbit  with  Z-arabinose  or 
d-arabinose,  of  the  first  only  7  per  cent.,  of  the  latter  36  per  cent., 
is  excreted  from  the  body  unchanged  in  the  urine;  and  so  on. 

223.  Investigation  of  the  stereoisomerism  of  the  monoses  has 
contributed  towards  explaining  the  formation  of  optically  active 
bodies  in  plants,  while  laboratory-syntheses  usually  produce  the 
racemic  forms;  not,  however,  in  artificial  syntheses  effected  with 
compounds  already  having  an  asymmetric  structure.  Mannose,  for 
example,  yields  mannoheptonic  acid  by  the  cyanhydrin-synthesis, 
and  it  would  be  expected,  from  analogy  with  other  cyanhydrin- 
syntheses,  that  equal  quantities  of  two  stereoisomeric  mannohep- 
tonic acids  would  be  formed.  This  is  not  so;  only  one  acid  is 
obtained,  which  shows  that  the  buildmg-up  of  a  molecule  from  one 
which  is  asymmetric  can  continue  in  an  asymmetric  sense.  If  an 
optically  active  compound  were  converted  into  a  derivative  with 
a  greater  number  of  asymmetric  carbon  atoms  than  itself,  and  if 
it  were  possible  so  to  decompose  the  molecule  of  this  derivative  as 
to  regenerate  the  original  active  substance,  the  residual  part  of  the 
molecule  would  also  be  optically  active.  One  optically  active  mole^. 
cule  would  thus  have  occasioned  the  formation  of  another. 

The  formation  of  sugar  in  the  plant  has  been  proved  by  vege- 
table physiologists  to  take  place  in  the  chlorophyll-grains,  which 
are  composed  of  optically  active  substances.  It  may  be  assumed 
that  the  production  of  sugar  results  from  a  combination  of  carbon 
dioxide  or  formaldehyde  with  these  substances,  their  asymmetry 
making  the  sugar  formJBd  by  condensation  also  asymmetric.  As 
the  other  constituents  of  plants  are  probably  formed  from  sugar, 
their  optical  activity  is  easily  understood,  since  they  are  formed 
from  optically  active  material. 

How  the  first  optically  active  compound  arose,  and  how  nature 
has  not  produced  the  chemical  mirror-images  of  all  optically  active 
substances  found  in  the  existing  flora  and  fauna,  since,  as  far  aiB  is 
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at  present  known,  the  probability  for  the  formation  of  both  must 
have  been  equal,  are  problems  by  no  means  solved  by  the  forgoing 
considerations. 

m.  POLYOSES. 

RafSnose,  C18H32O16+5H2O. 

234.  Raffinose  is  the  most  important  of  the  hexotrioses,  of  which 
but  few  are  known.    Their  formula  is  CigHnOie;  that  is, 

3CeH»0«-2H«0. 

Raffinose  is  a  hexotriose,  since,  on  hydrolysis,  it  takes  up  two 
molecules  of  water  with  formation  of  an  equal  number  of  molecules 
of  Isevulose,  dextrose,  and  d-galactose.  By  careful  hydrolysis,  raf- 
finose can  be  split  up  quantitatively  into  laevulose  and  a  diose  (mele- 
diose):  from  the  latter,  dextrose  and  d-galactose  can  be  obtained,  in 
the  same  way  as  from  lactose,  with  which,  however,  melediose  is  not 
identical.  Raffinose  exhibits  none  of  the  monose  reactions:  thus, 
it  does  not  reduce  an  alkaline  copper  solution.  This  proves  the 
absence  of  a  free  carbonyl-group,  so  that  raffinose  must  be  repre- 
sented by 

CoH,iOe<0-CeHio04<0>CeH„05. 

Melediose  exhibits  the  sugar  reactions,  and  therefore  contains  one 
free  carbonyl-group,  so  that  its  formula  is 

C.H„05<0-CeHi,0,<, 

which  proves  that  the  decomposition  of  raffinose  into  monose  and 
diose  takes  place  at  the  dicarbonyl-bond,  as  otherwise  there  would 
have  been  obtained  a  diose,  CeHiiOa<0>CaHii05,  lacking  a  free 
carbonyl-group. 

Raffinose  crystallizes  with  five  molecules  of  water.  When  sucrose 
contains  a  certain  proportion  of  this  polyose,  it  yields  pointed 
crystals. 

Manneotetroae  is  a  tetrose  present  in  manna.  On  hydrolysis  it 
yields  two  molecules  of  galactose,  one  molecule  of  dextrose,  and  one 
molecule  of  Isevulose : 

Ca4H«0„+3H.O  -  2CoH,.Oo+C«H„Oo+CoH„0«. 

Manneotetrose  Galactone        Dextrose       Laevuloee 
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Elgher  Polyoses. 

235.  ^^^  ^f  ^^^  higher  polyoses  are  amorphous,  and  do  not 
possess  a  sweet  taste:  many  of  them  are  insoluble  in  water.  On 
hydrolysis,  they  yield  monoses,  either  pentoses  or  hexoses,  so  that 
it  may  be  assumecl  that  the  monose-residues  are  imited  by  the 
oxygen  atom.  The  molecular  weight  of  the  polyoses  is  unknown, 
but  must  be  very  great.  Their  formula  may  be  represented  as 
being  derived  th\is: 

nC6Hi206-(n-l)H20. 

If  n  is  very  great,  this  constitution  approximates  to 

nCeHijOe-nHgO  =  nCCeHioOg), 

which  is  the  formula  indicated  by  the  results  of  analysis.  On 
hydrolysis,  nearly  all  the  polyoses  yield  monoses  with  the  same 
number  of  C-atoms:  a  polyose  which  can  be  hydrolyzed  to  a  pent- 
ose and  a  hexose  seems,  however,  to  be  present  in  the  mucus  of 
plants,  such  as  linseed. 

Starch. 

226.  Starch  is  the  first  observable  assimilation-product  of  plants. 
It  occurs  in  large  quantities  in  the  tubers,  roots,  and  seeds  of  many 
plants,  in  which  it  is  present  in  the  form  of  granules  differing  in- 
form and  size  in  different  plants.  Some  of  these  granules  are  rep- 
resented in  Figs.  67,  68,  and  69. 

Starch  is  insoluble  in  cold  water:  in  hot  water  it  swells  up  with- 
out dissolving.  It  yields  an  intense  blue  colouration  with  a  dilute 
solution  of  iodine,  for  which  this  reaction  serves  as  a  test.  When 
boiled  with  dilute  acids,  starch  is  converted  into  dextrose.  On 
treatment  with  diastase,  starch-paste  first  liquefies,  its  molecules 
then  decompose,  and  ultimately  maltose  and  tsomaltose,  Ci2ir2^ii  > 
are  formed.  Both  these  methods  of  treatment  yield  intermetliate 
products,  however:  they  are  gum-like  substances,  polyoses  con- 
taining a  smaller  number  of  atoms  in  the  molecule  than  starch, 
called  dextrins.  Dextrin  is  also  obtained  by  heating  starch  alone, 
or  to  110®  with  a  small  quantity  of  nitric  acid. 
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Fig.  67.— Rye-stahch.     x  320, 


Fig.  68.~Rice-8tarch.     X  320. 
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Starch  does  not  show  any  of  the  reactions  of  the  monoses:  it 
does  not  reduce  an  alkaline  copper  solution,  nor  resinify  with  alka- 
lis^ and  yields  no  compound  with  phenylhydrazine.    This  proves 


FlO.  69.— POTATO-STAKCH.      X  250. 

the  absence  of  a  free  carbonyl-group,  so  that  its  molecule  must  be 
represented  by 

C6Hio06<0 C6Hio04<0>C6Hio04 ....  OCeHioOfi.     ' 

It  might  he  suggested  that  the  molecule  of  starch  contains  more 
than  one  dicarbonyl-bond,  when  the  formula  would  be,  for  example, 

CeHio05<0 CeHio04<0>CeHio04-0>CeHio05  .  .  .  .  0> 

>C6Hio04<0>C»Hio04-0>CeHio05-0>CeHio05 0>CeHio05. 

It  does  not,  since  hydrolysis  of  a  compound  of  this  type  must  yield, 
in  addition  to  dextrose,  a  substance  >C8Hi20e<,  containing  two 
free  carbonyl-groups,  and  no  such  product  has  been  obtained  by  the 
hydrolysis  of  starch. 

Dextrin  can  unite  with  phenylhydrazine,  and  exhibits  the  reac- 
tions of  the  monoses,  such  as  reduction  of  an  alkaline  copper  solution, 
and  the  formation  of  a  yellow  colouration  with  alkalis.  It  must, 
therefore,  be  assumed  to  contain  a  free  carbonyl-group. 
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Kanufacture  of  StarclL 

337.  The  process  by  which  starch  is  manufactured  is  theoretically 
very  simple.  Potato-starch  is  prepared  by  first  grinding  the  potatoes 
fine,  whereby  the  cell-tissue  is  destroyed  The  starch-granules,  thus 
laid  bare,  are  washed  out  of  the  cell-tissue  by  treatment  with  water 
in  a  specially  constructed  apparatus,  somewhat  resembling  a  sieve. 
They  are  allowed  to  settle  on  standing,  are  then  carefully  washed, 
and  finally  dried  slowly. 

Starch  is  employed  for  many  purposes  in  the  arts,  as  an  adhesive 
paste,  and  for  stiffening  linen  in  laundries.  In  the  latter  process,  the 
starch-paste  is  converted  by  the  heat  of  the  smoothing-iron  into  a 
stiff,  shining  layer  of  dextrin,  coating  the  fibres  of  the  linen.  Starch 
is  of  great  importance  as  a  large  constituent  of  foods.  It  is  more 
fully  dealt  with  in  this  connection  in  physiological  text-books. 

Glycogen,  (CeHioOs),. 

228.  Glycogen  is  a  substance  resembling  starch,  and  is  present  in 
the  animal  organism:  the  other  polyoses  are  vegetable  products.  It 
is  usually  prepared  from  liver,  and  is  a  white,  amorphous  powder, 
dissolving  in  water  with  formation  of  an  opalescent  solution.  Oq 
hydrolysis,  it  yields  only  dextrose.  Apparently  there  are  different 
kinds  of  glycogen,  according  to  the  animal  from  which  it  is  isolated. 

Cellulose,  (CeHioOg),- 

229.  Cellulose  is  a  polyose  of  very  high  molecular  weight.  The 
cell-walls  of  plants  consist  principally  of  this  substance,  together 
with  hgnin,  which  is  probably  not  a  polyose.  Cellulose  is  ver}' 
stable  towards  dilute  acids  and  alkalis,  a  property  which  is  made 
use  of  in  the  technical  preparation  of  cellulose,  in  order  to  free  it 
from  the  substances  present  along  with  it  in  the  plant-material. 
Linen  J  coUon,  and  paper  consist  almost  exclusively  of  cellulose:  pure 
filter-paper  is  nearly  chemically  pure  cellulose.  When  it  is  dis- 
solved in  strong  sulphuric  acid,  and  the  solution  boiled,  after  dilu- 
tion with  water,  it  is  completely  hydrolyzed.  Cellulose  from  cotton- 
wool, paper,  etc.,  yields  exclusively  dextrose;  from  coffee-beans, 
cocoa-nibs,  etc.,  <?-mannose.  Cellulose  is  converted  by  treatment 
with  sulphuric  acid  containing  half  its  volume  of  water  into  a  col- 
loidal modification,  amyloid y  which  gives  a  blue  colouration  with 
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iodine:  this  reaction  furnishes  a  test  for  cellulose.  The  latter  is 
soluble  in  an  ammoniacal  solution  of  copper  oxide  (ScHWErrzER's 
reagent):  from  this  solution  it  is  precipitated  chemically  un- 
changed by  acids  and  salts,  and  forms  an  amorphous  powder  when 
dried. 

Technical  Applications  of  Cellulose. 

230.  Linen  is  obtained  from  the  stalk  of  the  flax-plant.  The 
Unen  fibres  can  be  obtained  from  the  flax,  cellulose  being  very 
stable  towards  chemical  reagents.  For  example,  the  flax  is  steeped 
in  water  for  from  ten  days  to  a  fortnight.  The  consequent  decay  of 
the  external  fibre  gives  rise  to  an  unpleasant  smell.  The  material  is 
then  dried  by  spreading  it  out,  and  passed  between  corrugated  rollers. 
This  loosens  the  external  woody  fibre,  which  is  then  stripped  off  by 
revolving  wooden  arms  called  "wipers,"  a  process  called  "  scutching." 
The  linen-fibres  have  a  grey  colour,  and  arc  bleached  by  either  being 
spread  out  in  the  open  or  by  means  of  bleaching-powder. 

Paper  was  formerly  prepared  almost  exclusively  from  linen-rags, 
but  is  now  largely  manufactured  from  wood  and  straw,  which  must 
be  divided  into  fibres,  and  these  separated  as  much  as  possible  from 
the  other,  so-called  incrusting,  substances  present.  This  is  effected  by 
the  aulphite-methad,  in  which  the  wood  is  heated  under  pressure  with 
a  solution  of  calcium  hydrogen  sulphite.  When  straw  is  used,  it  is 
heated  with  caustic  soda  under  pressure.  By  these  processes  most 
of  the  incrusting  substances  are  dissolved,  and  the  wood  or  straw 
bleached  at  the  same  time :  the  cellulose  which  remains  can  be  readily 
separated  into  fine  fibres,  which  is  necessary  to  the  manufacture  of 
paper-pulp.  It  is  not,  however,  possible  to  remove  all  the  lignin  by 
these  means;  in  consequence,  woo<i-paper  and  straw-paper  answer 
to  the  tests  for  lignin,  and  can  be  recognized  thereby.  Lignin  gives 
a  yellow  colouration  with  salts  of  aniline  (283),  and  a  red  colouration 
with  a  solution  of  phloroglucinol  (314)  in  concentrated  hydrochloric 
acid. 

Parchment-paper  is  prepared  by  converting  the  outer  surface  of 
paper  into  amyloid  (229),  a  process  which  imparts  toughness  to  it. 

Nitrocelluloses. 

131.  The  ni<roccZZifZo8e«  are  of  great  technical  importance.  When 
ootton-wool  is  treated  with  a  mixture  of  nitric,  and  sulphuric  acids, 
a  mixture  of  mononiiroceUuhsey  dinitrocellulosej  and  triniirocellulose 
is  obtained,  the  extent  of  the  nitration  being  de()endent  upon  the 
concentration  of  the  acids  and  the  duration  of  the  process.    Cellulose 
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is  arbitrarily  assumed  to  have  the  molecular  formula  CeHioOs.  In  the 
nitration  of  cellulose  the  final  product  is  trinitro-oxycellulose.  For, 
on  treatment  with  ferrous  chloride,  trinitro-oxycellulose  yields  oxycel- 
luloaey  but  no  cellulose,  proving  that  the  formation  of  the  trinitro-com* 
pound  is  accompanied  by  oxidation  of  the  cellulose;  whereas  nitre- 
mannitol,  for  example,  is  reconverted  by  this  reagent  into  mannitol^ 
without  oxidation  of  the  latter.    Oxycellulose  has  the  formula 

(C,4H4oOm)x    or    l(CeHio05),  +  (CeH,o06)t; 

and  Its  trinitrate  is 

[CeH7{NO,)305]8  +CJl7(N02)sOe. 

The  solution  in  a  mixture  of  alcohol  and  ether  of  mononitrocellu- 
lose  and  dinitrocellulose  is  known  as  collodion:  on  evaporation 
it  leaves  an  elastic  skin,  and  is  employed  in  photc^aphy.  The 
trinitrocellulose  is  guncotton,  which  looks  like  cotton- wool,  but  feels 
somewhat  rough  to  the  touch,  and  is  extensively  employed  as  an 
explosive.  It  burns  quietly  when  a  loose  tuft  of  it  is  ignited,  but 
can  be  made  to  explode  by  the  detonation  of  a 'small  quantity  of 
mercury  fulminate,  and  yields  only  gaseous  products,  nitrogen,  hydro- 
gen, water-vapour,  carbon  monoxide,  and  carbon  dioxide.  It  exerts  a 
detonating  or  brisant  (i6o)  action,  and  without  modification  is^ 
therefore,  unsuitable  for  use  in  artillery. 

When  guncotton  is  dissolved  in  acetone  or  ethyl  acetate,  a  gelatin- 
ous mass  is  obtained:  after  removal  of  the  solvent,  an  amorphous, 
transparent  substance  is  left,  having  the  same  chemical  composition 
as  guncotton,  but  burning  and  exploding  more  slowly.  The  velocity 
of  explosion  of  guncotton  being  thus  moderated,  it  is  made  available 
in  this  form  for  use  in  artillery,  imder  the  name  of  "smokeless 
powder." 

The  trinitrate  of  cellulose  is  also  used  in  the  manufacture  of 
artificial  silk.  In  db  Chardgnnet's  method,  the  nitrate  is  dissolved 
in  a  mixture  of  alcohol  and  ether,  and  the  solution  pressed  through 
fine  glass  tubes  at  a  pressure  of  forty  to  fifty  atmospheres.  The 
filaments  are  received  in  water,  which  takes  up  the  solvent,  leaving  a 
very  fine  thread:  when  ten  to  twenty  of  these  are  spun  together,  a 
thread  capable  of  being  woven  is  obtained.  When  the  fabric  thus 
prepared  is  treated  with  a  solution  of  calcium  sulphide,  obtained 
from  the  tank-waste  in  the  manufacture  of  sodium  carbonate  by  the 
Le  Blanc  process  (''Inorganic  Chemistry,"  226),  the  NOr-groups  of 
the  nitro-compound  are  eliminated,  with  production  of  nearly  pure 
cellulose  in  a  form  exactly  resembling  silk. 
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AMDffO-ALDEHYDES  A]fD  AMUfO-KETOHES. 

333.  Very  few  amituxUdehydes  and  amino-ketones  are  known. 

H 
AnUnoaceUildehyde,  CHiNUi-Cq,  a  very  unstable  compound,  can  be 

TJ 

obtained  from  aminoacetal,  CHaNH2*C/Q>^  u  x  ,  which  can  be  pre- 
pared from  monochloroacetal,  CHa-Cl-CHlOCaHj)!.  Muscarine  is 
possibly  the  corresponding  trimethylammonium  base: 

CHa(NCH,),OH 
cg  +  H^O 

It  is  a  cr3nstalline,  excessively  poisonous  substance,  and  is  present  in 
certain  plants — for  example,  toad-stool  (Agaricus  muacarius). 

Apart  from  inorganic  substances,  chitine  is  the  principal  con- 
stituent of  the  shells  of  the  Crustacea,  and  is  best  prepared  from 
the  shell  and  claws  of  the  lobster.  When  boiled  with  concentrated 
hydrochloric  acid,  chitine  is  almost  wholly  converted  into  glttcos- 
amine  hydroMoride,  CeHisOsN-HCl,  a  well-crystallized  salt. 
Chitine  contains  an  NHz-group,  since  like  primary  amines  it 
evolves  nitrogen  on  treatment  with  nitrous  acid,  yielding  chitose, 
CsHiaOs,  with  the  properties  of  an  aldose.  Thus,  it  is  oxidized  by 
bromine-water  to  the  monobasic  chitonic  acid:  further  oxidation 
with  nitric  acid  converts  this  substance  into  the  dibasic  laosaccharic 
acid. 

Bromine  converts  glucosamine  hydrochloride  into  d-glucosamic 
acid,  CH20H-(CHOH)3-CHNH2-COOH,  which  Emil  Fischer  has 
synthesized  by  the  following  method.  Ammonia  and  hydrocyanic 
acid  react  with  (f-arabinose  to  form  a  compound  (199,  3), 

CH2OH-  (CHOH)3-CHNH2-CN, 

and  with  concentrated  hydrochloric  acid  this  yields 

CH20H-  (CHOH)3-CHNH2-COOH, 

identical  with  glucosamic  acid.  Since  this  acid  is  reduced  to 
glucosamine  by  the  method  of  210,  5,  the  identity  of  the 
synthetic  amine  with  the  natural  product  is  established. 
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GlyoxyUc  Add,  COOH-cJ+HjO, 

233.  Olyoxylic  add  is  the  first  member  of  the  series  of  aldehydo- 
acids.  It  is  present  in  unripe  fruits,  and  can  be  prepared  by  heat- 
ing dibromoacetic  acid,  CHBr2-C00H,  with  water,  or  by  the 
electro-reduction  of  oxalic  acid.  It  also  results  on  the  oxidation 
of  alcohol  with  nitric  acid,  by  the  method  described  tmder  glyoxal 
(202). 

As  the  above  formula  shows,  glyoxylic  acid  contains  one  mole- 
cule of  water,  which  cannot  be  separated  from  the  acid  or  its  salts 
without  their  undergoing  decomposition.  For  this  reason,  the 
water  is  often  assumed  to  be  in  chemical  combination  (155);  thus, 
CH(0H)2-C00H,  as  it  is  in  chloral  hydrate  (204).     In  each  of 

XT 

these  substances  the  aldehydo-group,  — Cq,  is  under  the  influence 

of  a  strongly  negative  group;  — CCI3  in  chloral,  and  — COOH  in 
glyoxylic  acid.  The  latter,  moreover,  possesses  all  the  properties 
characteristic  of  aldehydes:  it  reduces  an  ammoniacal  silver  solu- 
tion, forms  an  addition-product  with  sodium  hydrogen  sulphite, 
yields  an  oxime,  etc.  When  boiled  with  caustic  potash,  it  is  con- 
verted into  glycollic  acid  and  oxalic  acid,  the  formation  of  which 
may  be  explained  by  the  assumption  that  one  molecule  of  the  acid 
takes  up  the  two  hydrogen  atoms,  and  another  the  oxygen  atom, 
from  one  molecule  of  water: 

2C00H-CH0  =  COOH-CHjOH+COOH-COOH. 
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Pyroracemic  Add,  CHa-CO^COOH. 

234.  Pyroracemic  acid,  the  first  member  of  the  series  of  ketonic 
acids,  owes  its  name  to  its  formation  by  the  distillation  of  either 
tartaric  acid  or  racemic  acid  with  potassium  hydrogen  sulphate.  It 
is  probable  that  carbon  dioxide  is  first  eliminated  from  tartaric 
acid,  COOH.CHOH.CHOH-COOH,  with  formation  of  glyceric 
acid,  CH20H-CH0H-C00H,  which  yields  pyroracemic  acid  by 
loss  of  one  molecule  of  water;  for  glyceric  acid  itself  is  con- 
verted into  pyroracemic  acid  by  heating  with  potassium  hydrogen 
sulphate: 

CHgOH-CHOH.COOH-HgO  = 

=  CH2=C(0H)  .COOH  -^  CHa-CO-COOH. 

Pyroracemic  acid  can  be  obtained  sjmthetically  by  hydrolysis  of  the 
nitrite  formed  by  the  action  of  potassium  cyanide  on  acetyl  chloride: 

CHs-COCl  -*CH3-C0-CN  -^  CHs-CO-COzH. 

This  is  a  general  method  for  the  preparation  of  a-ketonic  acids. 

When  heated  to  150*'  with  dilute  sulphuric  acid,  pyroracemic 
acid  yields  carbon  dioxide  and  acetaldehyde: 

CHs-CO-ICO^lH  =  CHa-cJ+COg. 

At  ordinary  temperatures  pyroracemic  acid  is  liquid^  but  is  solid 
at  low  temperatures.  It  melts  at  9°,  boils  at  165°,  and  is  miscible 
with  water  in  al»  proportions:  its  specific  gravity  is  1-27  at  20**, 
and  it  has  an  odour  resembling  that  of  acetic  acid.  It  is  a  stronger 
acid  than  propionic  acid,  for  which  IG^Aj  is  0*134;  for  pyroracemic 
acid  10**  is  56,  which  must  be  explained  by  assuming  the  presence 
of  a  negative  carbonyl-group  in  juxtaposition  to  the  carboxyl-group. 

Pyroracemic  acW  has  all  the  properties  characteristic  of  ketones: 
it  yields  an  oxime,  a  hydrazone,  an  addition-product  with  hydro- 
cyanic acid,  etc. 

The  electrolysis  of  a  very  concentrated  solution  of  potassium 
pyroracemate  yields  acetic  acid  and  diacetyl.  The  formation  of 
acetic  acid  may  be  looked  upon  as  due  to  the  interaction  of  the  anion 
of  the  acid  and  the  hydroxyl-ion,  after  discharge  at  the  anode: 

CH,-CO-COO'  +0H'  =  CH.-COOH  +C0,; 
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and  that  of  diaoetyl  as  resulting  from  the  union  of  two  acid  anions, 
with  elimination  of  C02: 

ChI^S'-COo'  -  CH,.CO.CO.CH.+200,. 

The  potassium  salts  of  other  ketonic  acids  are   decomposed  by 
electrolysis  in  an  analogous  manner. 

Acetoacetic  Acid,    CH3.CO-CH2-COOH. 

235.  Acetoacetic  acid  is  a  /?-ketonic  acid.  It  is  not  of  much 
importance,  but  its  ester,  ethyl  acetoa/xtate,  CH3  •  CO  •  CH2  •  COOC2H5, 
is  an  interesting  compound. 

Ethyl  acetoacetate  is  obtained  by  Claisen's  condensation- 
method  (203)  through  the  action  of  sodium  on  ethyl  acetate  in 
presence  of  ethyl  alcohol: 

ONa       H 

CHg^Ci^u-i  Ti  — ►CHa'Cc —  . 


OCaHj+H 
OC2H5    H 


CCOOCaHs  =  2C2H6OH  + 


Addition-product 

yONa 
+  CH8-C=CH.COOC2H8    or    CHa-COiCHNa-COOCaHs. 

Ethyl  Bodioaoetoaoetat« 

The  foregoing  explanation  of  the  condensation  was  proved  to  be 
correct  in  this  instance  by  Claisen,  who  found  that  ethyl  aceto- 
acetate cannot  be  prepared  by  the  action  of  sodium  on  ethyl 
acetate  which  has  been  carefully  purified  from  alcohol.  The  free 
ester,  CHa- CO '0112 -00002115,  can  be  obtained  by  treatment  of 
the  sodium  compound  with  acetic  acid. 

Ethyl  acetoacetate  is  a  colourless  liquid,  slightly  soluble  in 
water,  and  characterized  by  an  agreeable  odoiu*:  it  boils  at  181°, 
.^d  has  a  specific  gravity  of  1«030  at  15**.  It  can  be  hydrolyzed 
in  two  ways,  respectively'  known  as  the  ketone  decomposition  (weak 
hydrolysis)  and  the  add  decomposition  (strong  hydrolysis)  j  on 
account  of  the  nature  of  the  products. 

The  ketone  decomposition  is  effected  by  heating  ethyl  aceto- 
acetate with 'dilute  sulphuric  acid,  or  with  a  dilute  aqueous  solution 
of  alkali,  tKe  products  being  acetone,  carbon  dioxide,  and  alcohol: 


CH3  •  CO  •  CH2  • 
+H 


CO5 


^^8  =  CH3  -CO  -CHa  +CO2  +C2H5OH. 
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The  acid  decomposition  takes  place  when  ethyl  aeetoacetate  is 
heated  with  a  very  concentrated  solution  of  alcoholic  potash  or  soda: 


CHs-CO- 
+0H 


CHj-COO 
H+H 


C2H6  _ 


^2^^5  _  CHs-COOH+CHs-COOH-fCaHfiOH. 


The  great  importance  of  ethyl  aeetoacetate  for  syntheses  arises 
from  its  capability  of  undergoing  these  two  decompositions, 
together  with  the  fact  that  the  Na-atom  in  ethyl  sodioacetoace- 
tate  can  be  substituted  by  a  great  variety  of  groups.  If  it  is  re- 
placed by  a  group  R,  there  is  obtained  the  compound 

CHa-CO-CHR-COCXllaHfi, 

which,  by  the  ketone  decomposition,  yields  a  ketone  CH3  •C0*CH2R, 
a  reaction  affording  a  general  method  of  synthesizing  methyl- 
ketohes  (no). 

•*  The  compound  CH3. CO -0111^00002115  can  be  converted  by 
the  acid  decomposition  into  acetic  acid,  and  an  acid  of  the  formula 
RH20'0OOH,  which  furnishes  a  general  method  of  preparing  mono* 
basic  acids  synthetically. 

Sodium  can  again  react  with  the  compound 

OHs-OO-CHR-OOOCgHs, 

with  replacement  of  the  hydrogen  atom  H,  and  production  of  a 
compound  the  Na-atom  of  which  can  also  be  exchanged  for  the 
most  varied  groups,  yielding  substances  of  the  type 

OH3  •  CO .  CRR' .  COOC2H5. 

These  are  converted  by  the  ketone  or  acid  decomposition  into 

CH3.CO.CHRR'    or    OHRR'.COOH. 

On  account  of  this  property,  the  number  of  compounds  which 
can  be  synthesized  by  the  aid  of  ethyl  aeetoacetate  is  very  great. 
The  process,  called  the  acetoaceiic-ester  synthesis^  is  carried  out  in 
the  way  already  described  for  the  malonic-ester  synthesis  (166). 
A  few  examples  of  this  synthetical  method  may  he  mentioned. 
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1.  Methylnanylkeiane,  the  principal  constituent  of  oil  of  rue 
(from  RtUa  graveolens),  can  be  obtained  by  the  action  of  n-octyl 
iodide  upon  ethyl  sodioacetoaoetate: 


CHa-0O.CHpa+I^QH„  -CHs-OO-CH-C^Hh 

I    ! 

OOOCjHj  COCX^jHs 

It  yields,  by  the  ketone  decomposition,  methylnonylketone, 

CHa-CO-CHj-qBH^. 

Ethyl  n-octylacetoacetate  yields,  by  the  acid  decomposition,  capric 
acid,  C10H20O2,  which  must  therefore  have  a  normal  carbon  chain  (144)- 

2.  Heptylic  acid,  which  is  obtainable  from  kevulose  by  the  cyan- 
hydrin-synthesis  (a  12,  2),  can  be  synthetically  built  up  from  ethyl 
acetoacetate  by  the  successive  introduction  of  a  methyl-group  and  a 
n-butyl-group:  tlus  proves  it  to  be  methyl-n-buiylacetic  acid: 

CHa-CX)-CHNa  CHa-CO-CHQHg 

I  -♦  I  -♦ 

COOCjH,  CXX)CaH5 

Ethyl  n-butylaoetoaoetato 

CH,-C0-CNaC4H,  /CH, 

-♦  I  -*    CH,.C0.Cf<!4H, 

COOCH5  \COOC,Hj 

Ethyl  methyl-n-butylaoetoaoetate 

Ethyl  methyl-n-butylacetoacetate  yields,  by  the  acid  decomposition 
methyl-n-butylacetic  acid, 

CH8-CH.G4Ha 

COOH 

3.  r-Ketonic  acids  are  obtained  by  the  action  of  ethyl  acetoace- 
tate upon  the  esters  of  the  a  ^halogen-substituted  fatty  acids, 
followed  by  the  ketone  decomposition: 

R  R 


CHs-CO-CHlNa      XlCH  CHs-CO-CH— CH-COAHb- 

I    ' '1  I 

CO2Q1H6       CO2C2H5  COiCiHe 

This  yields,  by  the  ketone  decomposition, 

CH8-CO-CH2-GHJl.CO,H. 

r    P     CL 
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4.  When  iodine  acts  upon  ethyl  aodi()acetoaoetate»  the  sodium  is 
removed,  and  the  two  residues  unite  thus: 


CH.-00-CHINa  Na 

I     I      +kt 


HC'OO'CH, 


0O,C,H,  COAH. 

CH,.C»-CH CH-(X)CH, 


I  '-b2NaI. 

CX>,C 


Diethyl  diacetyltueeinaU  is  formed,  and,  when  boiled  with  a  20  per 
cent,  solution  of  potassium  carbonate,  loses  carbon  dioxide  and 
alcohol,  with  formation  of  acetonylaeetone  (303): 


CH,.CO-CH— CH-OO-CH, 

LH    |H 


C,H,|0,  C 


OH 


OH 


-♦  CH,-00-CH,.CH,-CO'CH,. 

AeetonyUoetone 


LaevuUc  Add,  CHa-CO-CHa-CHg-COOH. 

336.  LcBvulic  acid  is  the  simplest  ^ketonic  acid:  it  can  be 
obtained  by  the  synthetical  method  described  in  235,  3 — from  ethyl 
acetoacetate  by  the  action  of  ethyl  monochloroacetate;  in  this 
instance,  in  the  formula  given  R»H.  When  hexoses  are  boiled 
with  concentrated  hydrochloric  acid,  tevulic  acid  is  produced  (212, 
6):  it  18  usually  prepared  by  this  method,  which  has  not  yet  been 
fully  explained. 

Lsevulic  acid  is  crystalline:  it  melts  at  33 '5**,  and  boils  with 
slight  decomposition  at  250®.  It  yields  an  oxime  and  a  hydrazone, 
and  an  addition-product  with  hydrocyanic  acid:  in  short,  it. ex- 
hibits all  the  reactions  characteristic  of  ketones. 

Mesozalic  Add,  C3H2O5+H2O. 

237.  Mesoxalic  acid  is  a  type  of  the  dibasic  ketonic  adds.  Its 
constitution  is  proved  by  the  formation  of  ethyl  mesoxalate  when 
diethyl  dibromomalonate,  Br2C(COOC2H5)2,  is  boiled  with  baryta- 
water: 

(CgHgOOCjgClBra +Ba  |(0H)2  =  (C2H500C)2C(OH)2+BaBr2. 
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Mesoxalic  acid  is  an  important  decomposition-product  of  uric 
acid.  Like  glyoxylic  acid  (233),  it  can  only  be  obtained  with  one 
molecule  of  water.  An  ester  of  the  anhydrous  acid  is,  however, 
known:  it  very  readily  adds  on  water.  The  constitution 
(COOH)2C(OH)2  must  therefore  be  assigned  to  the  free  acid  (155), 
which  has  most  of  the  properties  of  ketones,  just  as  chloral  hydrate 
(204)  and  glyoxylic  acid  show  most  of  the  reactions  of  aldehydes. 
When  boiled  with  water,  mesoxalic  acid  loses  carbon  dioxide,  form- 
ing glyoxylic  acid: 

C03H.C(0H)2-C00H. 


It  is  not  surprising  that  a  compound  containmg  a  carbon  atom 
loaded  with  four  negative  groups  should  break  down  thus.  The 
decomposition  takes  place  more  readily  than  that  of  malonic  acid, 
which  does  not  lose  carbon  dioxide  till  heated  above  its  melting- 
point,  to  140°-150°. 

Diethyl  Oxalacctate,  CgHfiOOC-CO.CHa-COOCjHs. 

238.  Diethyl  oxalacetate  can  be  obtained,  in  accordance  with 
Claisbn's  method  (203),  by  the  condensation  of  ethyl  oxalate  with 
ethyl  acetate: 

ONa       H 

C-CXXX^He-* 


CH5OOC— COOCjHs  -  CjHbOOC.C^ 


OC,H«  +  H 
OC^Hs    H 


Ethyl  oxaUto  Addition-product  Ethyl  aestate 

with  sodium  ethoxide 

/ONa  II        I 

-.CHjOOC-C=CH-COOC,H,-»C,HjOOC-CX)-  !CH,.iCXX)CA. 

Diethyl  oxalacetate 

Diethyl  oxalacetate,  like  ethyl  acetoacetate,  can  be  decomposed 
by  addition  of  one  molecule  of  water:  the  two  points  at  which  decom- 
position can  occur  are  indicated  in  the  formula  by  the  dotted  lines 
I.  and  II.  Dilute  sulphuric  acid  causes  decomposition  at  I.,  with 
formation  of  pyroracemic  acid  (234),  carbon  dioxide,  and  alcohol 
Decomposition  at  II.  results  from  the  action  of  alkalis,  and  yields 
oxalic  acid  and  acetic  acid.  The  ketonic  nature  of  diethyl  oxalace- 
tate is  indicated  by  the  formation  of  an  oxime  and  by  other  reactions. 
Free  oxalacetic  &r'u\  is  not  pot  by  saponification  of  the  ester, 
since  decomposition  occurs.    It  can,  however,  be  obtained  by  other 
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means:  it  melts  with  decomposition  at  172^.  Reduction  with 
sodium-amalgam  yields  malic  acid,  and  this  reaction,  together  with 
the  synthesis  given  above  and  the  formation  of  an  oximc,  establishes 
the  constitution  of  diethyl  oxalacetate. 

AcetonedicarboxyUc  Acid,  COOH-CHz-CO-CHz-COOH. 

239.  AcetonedicarboxyUc  acid  is  formed  by  the  action  of  concen- 
trated  sulphuric  acid  on  citric  acid,  water-vapour  and  carbon  mon« 
oxide  being  evolved: 


CH2.COOH  CH,-COOH 

C<^^  -     CO 
Y^COOH  V 

CH," 


+CO  +  Hrf). 


CX)OH  CH,-COOH 

Citrio  acid  Aoetonedicarboxylio  aoid 

The  decomposition  is  analogous  to  that  undergone  by  other 
«-hydroxy-acids  into  aldehyde  and  formic  acid  or  CO  +  HjO  (185). 

The  constitution  of  acetonedicarboxylic  acid  is  inferred  from  its 
forming  with  hydrocyanic  acid  an  addition-product  which  is  the 
mononitrile  of  citric  acid.  Four  H-atoms  of  acetonedicarboxylic 
acid  can  be  successively  replaced  by  sodium:  this  reaction  is 
explained  by  the  presence  in  the  molecule  of  two  methylene-groups 
in  umon  with  negative  groups.  It  is  thus  possible  to  introduce 
in  succession  four  different  radicals,  which  makes  the  formation 
of  numerous  derivatives  possible. 

Acetonedicarboxylic  acid  is  crystalline,  and  melts  at  135°,  with 
loss  of  two  molecules  of  carbon  dioxide,  and  formation  of  acetone. 

TAUTOMERISM. 

240.  Ethyl  acetoaeetate,  and  in  general  such  substances  as 
l:3-diketoncs,  which  contain  the  group  — CO — CH2 — CO — ,  afford 
instances  of  a  remarkable  kind  of  isomerism  called  taiUomeri^m, 
Such  compounds  behave  as  though  they  contained  sometimes  the 
group  named,  sometimes  the  group  — C(OH):CH — CO — .  A  few 
examples  will  serve  to  make  this  clearer. 

When  alkyl-groups  are  introduced  into  ethyl  acetoaeetate  (235), 
they  become  attached  to  a  carbon  atom:  thus,  ethyl  methylaceto- 
acetate  must  have  the  constitution  CH3.CO.CH(CH3).COOC2H6, 
since  by  the  ketone  decomposition  it  yields  methyletliylketone,  and 
by  the  acid  decomposition  methylacetic  acid,  or  propionic  acid. 
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Since  it  has  this  constitution,  the  formation  of  methylacetoacetic 
acid  is  best  explained  by  supposmg  that  ethyl  sodioacetoacetate^ 
CHa-CO-CHNa-COOCaHs,  is  first  formed,  the  Na-atom  being 
then  exchanged  for  a  methyl-group  by  the  action  of  methyl  iodide. 
Most  substitutions  in  ethyl  acetoacetate  are  to  be  looked  upon  as 
taking  place  thus,  with  formation  of  C-derivatives  of  the  ester. 

A  different  effect  is  produced  by  the  interaction  of  ethyl  sodio- 
acetoacetate  and  ethyl  chlorocarbonate,  C1-COOC2H5  (249),  which 
results  in  the  formation  of  two  substances  in  different  quantities. 
The  one  formed  in  smaller  quantity  results  by  the  reaction  indi* 
cated  above, 

yAXXX32H5 

CHa-CO-CHNa— COOC2H6_,prT    pn  r-ir 
-f  CI.COOC2H6  ""  ^"3-CU.Oll 

XJOOCjHs 

since  this  substance  is  identical  with  the  product  obtained  by  the 
action  of  acetyl  chloride  on  diethyl  sodiomalonate: 

CHa-COCl-f  NaCH(COOC2H5)2  -*  CH3CO.CH(COOC2H6)2. 

It  has  a  ketanic  structure,  since  it  dissolves  in  alkalis,  indicating 
that  it  contains  a  H-atom  replaceable  by  metals.  This  must  be 
in  the  CH-group. 

The  main  product  of  the  reaction,  however,  is  an  isomeric  com- 
pound, which  is  assumed  to  have  the  enolic  constitution 


; 


CH3  •  C :  CH  •  COOC2H5 
^OOCgHfi 


0C( 


on  accoimt  of  its  method  of  formation  andjtsjnsolubility  in  alkalis: 
this  insolubility  proves  that  it  does  not  coiitaixL&£)H-group  between 
two  carboxethyl-groups.  The  formatioa-of  a  compound  of  this 
type  is  best  explained  by  the  assumption  that  ethyl  sodioaceto- 
acetate  has  the  constitution  CH3-€(ONa):CH-COOC2H5,  as  re- 
placement of  the  Na-atom  in  this  by  the  group  — COCX32H5  would 
lead  to  the  formation  of  a  substance  of  the  above  constitution. 

An  analogous  reaction  takes  place  between  ethyl  chlorocarbonate 
and  sodioacetylacetone:  the  process  is  to  a  small  extent  in  accord* 
ance  with  the  equation 
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CHyCO-CHp 


Cl 


.C0.CH3     CH3CO.CH.CO.CH3 

I  +NaCl, 

•COOC2H5  COOC2H5 


since  the  compound  formed  is  soluble  in  alkalis,  and  therefore  con- 
tains a  CH-group  in  union  with  three  negative  groups.  When 
warmed  with  an  equivalent  quantity  of  caustic  potash  it  yields 
potassium  acetate  and  ethyl  acetoacetate: 


+  H 
CHa-CO-CH. 


OK 
CO.CHa-CHg.CO.CHa-COOCaHft+CHa-COOK. 


Ethyl  acetoaoeUte  Potasaium  acetate 


COOC2H6 

The  main  reaction,  however,  is  represented  by  the  equation 

CH3-G=CH.COCH3  CH3-C=CH.C0CH3 

I  =  I  +Naa 

ONa+a-COOCgHs  O.COOC2H5 


That  it  takes  place  thus  is  proved  by  the  insolubility  of  the  result- 
ing compound  in  dilute  alkalis,  which  change  it,  even  at  ordinary 
temperatures,  into  acetylacetone,  alcohol,  and  carbon  dioxide: 

CHa-C^CH-COCHa 

0|CO^|C^       =CH8.C(OH)=CH.COCH3  +CO2+C2H5OH. 

,  XTir\TT  Aoetylaoetooe 

This  makes  it  improbable  that  the  group  — COOC2H5  is  in  union 
with  a  carbon  'atom. 

When  acid  chlorides  react  with  ethyl  acetoacetate,  it  is  possible 
at  will  to  obtain  a  C-derivative  (ketonic)  or  an  0-derivative  {enolic)^ 
that  is,  a  compound  in  which  the  acid  group  is  linked  to  the  rest 
of  the  molecule  either  through  carbon  or  through  oxygen.  A 
C-derivative  is  obtained  by  the  usual  method — the  treatment  of 
ethyl  sodioacetoacetate  with  the  acid  chloride.  When,  however, 
ethyl  acetoacetate  is  mixed  with  pyridine  (386),  and  the  acid 
chloride  allowed  to  flow  slowly  into  the  mixture,  an  O-derivative 
only  is  formed: 

CH3-CO.CH.COOC2H5  CHa-b^CH-COOCgHs 


k 


:0CH3  O-COCHa 

C-derivative  (soluble  in  alkali)  O-derivative  (insoluble  in  alkali) 
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By  means  of  such  ambiguous  reactions,  which  characterize  many 
other  substances,  it  is  not  possible  to  determine  whether  a  body  is 
a  ketonic  compound,  containing  the  group — CO -0112 -CO — ,  or  an 
enolic  compound ,  with  the  group  — C(OH):CH«CO — .  It  was  for- 
merly usual  to  assign  one  of  the  two  formulae  to  substances  which 
exhibited  tautomerism,  and  to  explain  reactions  not  in  accordance 
with  this  formula  by  assuming  that  transformation  had  occurred. 
It  is  now  known  that  a  taiUomeric  substancCf  in  the  liquid  state  or  in 
solution,  consists  of  a  mixture  of  the  ketofiic  compound  and  the  enolic 
compound,  the  proportion  of  each  present  being  dependent  on  cer- 
tain conditions,  and  this  view  affords  a  satisfactory  explanation  of 
the  observed  facts. 

The  fundamental  phenomenon  is  that  tautomerides  can  react 
as  though  they  consisted  wholly  of  the  ketonic  compound,  or  wholly 
of  the  enolic  compound.  It  is  explained  as  follows.  If,  from  a 
mixture  of  two  isomerides  capable  of  changing  into  one  another 
with  such  readiness  that  the  balance  between  them  is  rapidly  re- 
stored, an  attempt  is  made  to  remove  one  of  the  components  by 
chemical  methods,  the  second  component  should  become  trans- 
formed into  the  first,  on  account  of  the  disturbance  of  the  equilib- 
rium: the  mixture  should  then  react  as  though  it  consisted  wholly 
of  the  first  component.  If  a  chemical  reagent  which  only  reacts 
with  the  second  component  is  employed,  the  mixture  should 
behave,  for  the  same  reason,  as  though  the  latter  were  the  only 
substance  present. 

It  is,  however,  possible  to  effect  the  separation  of  tautomerides 
by  chemical  means — first,  when  the  disturbed  balance  is  only 
slowly  restored;  second,  by  reactions  with  nearly  the  same  veloc- 
ity for  both  forms,  resulting  in  different  products. 

These  conditions  are  to  a  certain  extent  attained  in  the  reactions 
described  on  pp.  306  and  307  for  ethyl  chlorocarbonate.  It  is  by 
no  means  certain  that  the  proportion  of  the  isomerides  formed  is  the 
same  as  that  of  the  tautomeric  forms  present  in  the  ethyl  acetoace- 
tatc,  because  it  is  unknown  how  far  the  above  conditions  are  fulfilled. 

Experience  has  shown  that  the  enolic  form  gives  an  intense 
colour-reaction  with  ferric  chloride,  which  is  not  obtained  with  the 
ketonic  form.  This  gives  a  ready  means  of  identifying  a  tautom- 
eride,  and  of  recognizing  the  conversion  of  one  form  into  the  other: 


§240]  TAUTOMERISM.  309 

it  has  been  applied  in  various  instances,  such  ac  the  investigation 
of  fonnylphenylacetic  ester.  This  substance  results,  by  Claisen's 
condensation-method  (203),  from  the  action  of  the  ethyl  ester  of 
phenylacetic  acid  upon  that  of  formic  acid: 


^ONa  Ethyl  phenyUoetote     Ethyl  formylpbenj'laoetote  (enoUc  form) 

Ethyl  formate -h 
Bodium  ethozidt 

The  ketonic  form,  or  in  this  instance  the  "aldo-form,"  has  the 
formula 

XyC)OC2Hs» 


>4 


The  enolic  compoimd  is  solid,  and  melts  gradually  between  60^  and 
70°:  the  aldo-compound  is  a  liquid.  In  dilute  alcoholic  solution 
the  former  gives  a  deep  violet-blue  colouration  with  ferric  chloride: 
the  latter  gives  no  colouration,  if,  however,  equally  concentrated 
solutions  of  the  enolic  form  and  the  aldo-form  are  prepared,  and  an 
equal  quantity  of  ferric  chloride  added  to  each,  after  some  days  the 
solutions  are  alike,  the  tint  of  the  enolic  compound  having  become 
fighter,  and  the  aldo-compound  having  developed  a  blue  colour. 
This  proves  that  after  standing  for  some  time  both  solutions  con- 
tain the  aldo-form  and  the  enolic  form  in  equal  amounts,  since  the 
tint  is  the  same  in  each  solution.  It  follows  that  an  equilibrium 
between  the  opposite  transformations  exists. 

Other  methods  are  known  by  which  this  transformation  of 
tautomerides  can  be  recognized,  of  which  two  may  be  mentioned. 
Bruhl  has  shown  that  rays  of  light  are  much  more  strongly  dis- 
persed and  refracted  by  substances  containing  a  double  bond  than 
by  their  isomerides  which  do  not  contain  such  a  bond.  Since  a 
double  bond  results  from  the  enolization  of  a  ketonic  form,  it  is 
possible,  by  a  determination  of  the  dispersive  and  refractive  powers, 
to  prove  that  in  alcoholic  solution  enolic  compounds  are  trans- 
formed into  ketonic  compounds,  and  vice  versa. 

Sir  William  Perkin  has  discovered  another  aid  to  the  investi- 
gation of  these  transformations  in  the  electromagnetic  rotation  of 
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the  plane  of  polarization.  The  plane  of  a  plane-polarized  ray^ 
passed  through  a  tube  containing  an  optically  inactive  substance,, 
is  rotated  when  an  electric  current  is  passed  through  a  wire  wound 
round  the  tube  enclosing  the  column  of  liquid.  The  rotation  of 
the  plane  of  polarization  has  a  definite  value  for  a  given  compound, 
supposing  that  the  current,  and  the  length  and  temperature  of  the 
column,  are  kept  constant;  and  Perkin  found  that  substances 
containing  a  double  bond  in  the  molecule  occasion  a  much  greater 
magnetic  rotation  than  isomerides  with  no  such  bond. 

The  conditions  upon  which  the  ketization  of  an  enolic  com* 
pound,  and  the  enolizaJtion  of  a  ketonic  compound,  respectively 
depend  have  been  the  subject  of  investigation:  the  temperature 
is  one  of  them.  Claisen  found  that,  at  ordinary  temperatures, 
acetyldibenzoylmethane,  CH3CO.CH(COC6H5)2  (benzoyl =CeH^O, 
c/.  296),  has  the  ketonic  form,  its  aqueous  solution  giving  no  colo\ur«^ 
ation  with  ferric  chloride.  When  heated  to  110®,  and  quickly 
cooled  to  prevent  immediate  re-transformation,  it  is  found  to  be 
converted  into  the  enolic  form,  since  it  answers  to  the  colour-test 
with  ferric  chloride. 

Further,  the  nature  of  the  solvent  has  a  great  influence  up<Mi 
the  transformation.  In  solution  in  chloroform,  an  enolic  form  wiU 
remain  imchanged  for  months,  while  in  alcoholic  solution  it  be- 
comes partly  or  wholly  transformed  into  the  ketonic  form  in  the 
course  of  a  few  days.  (^ 

PYROKE  DERIVATIVBS. 
A  number  of  compounds  assumed  to  contain  the  group 

CO 

h(/%:h 

HCvXH 

are  known:  they  are  called  pyrone  derivatives j  and  some  of  them 
occur  naturally. 

Chdidonic  acid,  C7H4O6,  so  called  because  it  is  found  in 
Chelidonium  majiis  (greater  celandine),  forms  colourless  salts, 
C7H2O6M2:  it  also  yields  yellow  salts,  C7H2O7M4,  which  are  de- 
rived from  an  acid  CyHeOy,  xanthochelidonic  acid.    When  set  free 
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from  its  salts,  this  acid  readily  loses  one  molecule  of  water,  and  is 
Tecon verted  into  chelidonic  acid.  By  boiling  with  alkalis,  the  lat- 
ter is  decomposed  almost  quantitatively  into  two  molecules  of  oxalic 
acid  and  one  molecule  of  acetone: 

O7H4O6+3H2O  =  2C2H2O4+C8HCO. 

OxftUo  acid        Aoetone 

These  properties  are  expressed  by  the  structural  formula 

00 
Hc/\jH 

HOOCa     XJ.COOH 


CSielidonio  acid 


and  consequently  the  acid  can  be  called  ptfranedicarboxylie  acid. 
Xanthochelidonic  acid  must  then  have  the  structural  formula 

yCH:C<^H 


\H:C< 


OH 
COOH 


in  which  the  two  hydroxyl-hydrogen  atoms  are  also  replaceable  by 
metals;  or,  in  its  tautomeric  form, 

%  yCHz— CO-COOH 

CO 

\?H2— CX).COOH 

The  manner  in  T^hich  it  is  decomposed  by  water  is  evident  from 
the  equation 

Hj   O 
>CH:0-<XX)H  XM     C— COOH 


CO        \)  +3H30-(X)       + 


\0H 
\:H:C— COOH  Nh     C— COOH 

Cbelidonio  seid  I],    O 


Moreover,  a  synthesis  of  chelidonic  acid  corroborates  this  for- 
mula. The  starting-point  is  acetone,  which  by  Claisen's  method 
(203  and  235)  can  be  condensed  with  two  molecules  of  diethyl 
oxalate: 
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^CHj    C2H6OOC.COOC2H5      ^H:C<^^»^» 
CO        +  =C0  +2C3H8OH. 

xJHg    C2H500C»COCX!/2H5       ^^^'^^POOP  h 

The  product  is  an  ester  of  xanthochelidonic  acid.  When  this  is 
heated  with  concentrated  hydrochloric  acid,  two  objects  are  simul- 
taneously attained — the  ester  is  saponified,  and  one  molecule  of 
water  eliminated.  These  reactions  yield  a  compoimd  with  the 
structural  formula  given  above  for  chelidonic  acid,  and  identical 
with  it. 

An  important  p3nrone  derivative  is  dimetkylpyrane: 

•CH=C  •  C113 

CO      No  . 

It  can  be  synthesized  from  ethyl  copper-acetoacetate  and  carbonyl 
chloride  (349): 

CH3.CO         CO.CH3  CH3.CO         CO-CHg 

HC-Cu— CH  -CUCI2+   Ha       xm 

/         \  /\co/\ 

CjHsOOC  +  CI2       COOC2H6       CzHgOOC  COOC2H5 

CO 

On  saponification  with  dilute  sulphuric  acid,  two  molecules  of  car- 
bon dioxide  ate  simultaneously  eliminated  from  -  the  molecule, 
whereupon 

CH3.CO  CO.CH3 

I         .     I 
H2CV  >CH2 

should  resxilt.    The  tautomeride, 

HO  OH 

/    \ 
CHs'C  C»CH3 

II      II     > 

H-C  CH 

\c/ 

0 
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however,  is  formed,  and  loses  one  molecule  of  water,  yielding  di* 
methylpyrone. 

Dimethylp3nrone  is  characterized  by  its  ability  to  form  addition- 
products  with  acids,  which  must  be  looked  upon  as  salts.  These 
"salts '*  are  formed  by  dissolving  dimethylpyrone  in  an  aqueous 
solution  of  hydrochloric  acid,  oxalic  acid,  etc. :  they  are  obtained 
in  a  crystalline  form  by  the  spontaneous  evaporation  of  the  solu- 
tions. By  dissolving  them  in  a  large  quantity  of  water,  they  are 
completely  hydrolyzed,  so  that  it  is  improbable  that  the  acid  in 
them  is  attached  to  the  carbonyl-group.  Collie  and  Tickle,  the 
discoverers  of  these  compounds,  accordingly  assume  the  quadri-- 
valence  of  the  oxygen  atom  closing  the  carbon  chain,  thus  attributing 
to  dimethylpyrone  hydrochloride  the  structure 


yCli=C  •  CH8 

CO  >0<H. 

X!H=C.CH3 


They  have  named  these  compounds  oxonium  salts,  on  account  of 
their  analogy  to  the  ammonium  salts. 

These  compoimds  are  proved  to  be  true  salts — electrolytes — by 
various  methods.  It  must  be  remembered  that  an  aqueous  solu- 
tion of  dimethylpyrone  has  a  neutral  reaction  towards  litmus,  and 
that  its  electric  conductivity  is  very  small.  Thus,  the  oxonium 
base  is  only  feebly  basic:  if  it  forms  true  salts,  they  must  therefore 
have  the  properties  characteristic  of  the  salts  of  a  weak  base. 
These  properties  can  be  summed  up  in  the  statement  that  in 
aqueous  solution  such  salts  are  hydrolyzed  to  a  high  degree,  or, 
in  other  words,  are  to  a  large  extent  resolved  into  free  acid  and 
free  base  (*' Inorganic  Chemistry,"  239).  The  aqueous  solution  of 
a  dimethylpyronium  salt  actually  has  all  the  properties  character- 
istic of  the  solution  of  a  highly  hydrolyzed  salt.  Thus,  its  solution 
has  a  strongly  acid  reaction:  the  oxonium  salt,  however,  is  partly 
present  as  salt  in  the  solution,  as  Walden  has  demonstrated  for 
dimethylpyrone  picrate.  He  found  that  benzene  extracted  less 
picric  acid  from  an  aqueous  solution  of  picric  acid  containing 
dimethylpyrone  than  from  a  solution  containing  none.  This 
must  be  explained  by  assuming  the  partial  formation  of  a  salt, 
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whereby  the  quantity  of  free  picric  acid  in  the  solution  is  dimin- 
ished (24). 

Hydrolysis  can  also  be  detected  by  observing  the  depression  of 
the  freezing-point.  When  this  is  determined  for  solutions  of  pure 
hydrochloric  acid  of  different  concentrations,  and  subsequently 
after  addition  of  dimethylp3rrone  to  the  acid  solutions,  the  depres- 
sion of  the  freezing-point  in  the  latter  case  is  less  than  the  sum 
of  the  depressions  caused  by  the  hydrochloric  acid  and  by  the 
dimethylp3nrone  in  their  pure  solutions:  further,  the  difference 
between  the  value  thus  calculated  and  the  value  observed  is  the 
smaller  the  more  the  solutions  are  diluted,  as  the  following  example 
shows.  The  addition  of  3  c.c.  of  normal  hydrochloric  acid  to  10  c.c. 
of  water  caused  a  depression  of  0*846°:  the  addition  of  0*1262 
gramme  of  dimethylpyrone  to  the  mixtiu^  caused  a  depression  of 
0*936®:  the  same  quantity  of  dimethylpyrone  dissolved  in  13  c.c. 
of  water  lowered  the  freezing-point  0*142®.  The  sum  of  the  de- 
pressions was  thus  0-846® +0*142®  =  0*988®:  the  difference 
between  this  and  the  observed  depression,  0*936®,  was  therefore 
0*052®.  When  1  c.c.  of  normal  hydrochloric  acid  and  the  same 
volume  (0*1262  gramme)  of  dimethylp3nx)ne  were  added  to  10  c.c. 
of  water,  the  difference  was  only  0*030®,  which  is  in  complete 
agreement  with  the  theory  of  hydrolytic  dissociation.  The  disso- 
ciation increases  with  the  dilution:  in  fact,  a  very  dilute  solution 
of  dimethylpyrone + hydrochloric  acid  must  behave  as  though 
the  two  substances  were  not  in  combination  at  all.  Partial  com- 
bination takes  place,  however,  when  the  solution  is  more  concen- 
trated, and  causes  a  depression  of  the  freezing-point  smaller 
than  the  sum  of  the  depressions  observed  separately  for  each 
substance. 

The  power  of  forming  oxonium  salts  does  not  seem  to  be  limited 
to  dimethylpjrrone  and  analogous  compounds.  Von  Baeyer  and 
ViLLiGER  have  shown  that  oxygen-containing  compounds,  belong- 
ing to  various  classes  of  organic  bodies,  such  as  alcohols,  aldehydes, 
esters,  and  other  substances,  are  able  to  yield  crystalline  com- 
pounds with  complex  acids,  such  as  hydroferrocyanic  acid.  It  is 
possible,  though  not  fully  established,  that  these  are  oxonium  salts. 
They  also  attempted  to  obtain  trimethyloxonium  iodide,  (CH3)30*I, 
analogous  to  the  tetra-alkylammonium  salts,  but  were  unsuccessful.  1 

They  are  of  opinion  that  Grignard's  compoimds  of  alkyl  magna-  ] 


§  2401  PYRONE  DERIVATIVES.  316 

eium  iodides  and  ether  (82).  such  as  CHsMgl  +  (C2H5}20,  must  be 
regarded  as  oxonium  derivatives, 

C2H5^Q^MgI 
C2H5  CH3* 

The  power  of  forming  true  salts  by  the  addition  of  acids  is 
especially  developed  in  the  alkyl-compoimds  of  the  elements  of  the 
nitrogen  group.  Examples  also  occur  among  the  sulphur  com- 
pounds: an  alkyl  sulphide,  such  as  (C2H5)2S,  can  unite  with  an 
alkyl  iodide  to  form  (C2H5)3S*I,  trialkylsulphonium  iodide,  from 
which  the  free  base  can  be  obtained  by  the  action  of  moist  silver 
oxide.  The  extent  to  which  elements  of  other  groups  of  the 
periodic  system  are  capable  of  forming  analogous  compounds 
remains  to  be  investigated. 


CYANOGEiy  DERIVATIVES. 


Cyanogen,  C2N2. 

241.  When  mercuric  cyanide,  Hg(CN)2,  is  heated,  it  decom- 
poses into  mercury,  and  a  gas,  cyanogen,  A  brown,  amorphous 
polymeride,  paracyanogen,  (CN)x,  is  simultaneously  formed:  on 
heating  to  a  high  temp)erature,  it  is  converted  into  cyanogen.  A 
better  method  for  the  preparation  of  cyanogen  is  the  interaction 
of  solutions  of  potassium  cyanide  and  copper  sulphate;  cupric 
cyanide  is  formed,  and  at  once  decomposes  into  cuprous  cyanide 
and  cyanogen: 

4KCN-I-2CUSO4  =  2K2S04+Cu2(CN)2  +  (CN)2. 

The  reaction  is  analogous  to  that  between  potassium  iodide  and 
a  solution  of  copp)er  sulphate,  from  which  cuprous  iodide  and  free 
iodine  result. 

Cyanogen  is  closely  related  to  oxalic  acid.  Thus,  when  ammo- 
nium oxalate  is  heated  with  a  dehydrating  agent,  such  as  phos- 
phoric oxide,  cyanogen  is  produced:  inversely,  when  cyanogen  is 
dissolved  in  hydrochloric  acid,  it  takes  up  four  molecules  of  water, 
with  formation  of  ammonium  oxalate.  These  reactions  prove 
cyanogen  to  be  the  nitrile  of  oxalic  acid,  so  that  its  constitutional 
formula  is  N=C — C=N. 

Cyanogen  is  also  somewhat  analogous  to  the  halogens,  as  its 
preparation  from  potassium  cyanide  and  copper  sulphate  indi- 
cates. Moreover,  potassium  bums  in  cyanogen  as  in  chlorine, 
with  formation  of  potassium  cyanide,  KCN;  and  when  cyanogen 
is  passed  into  caustic  potash,  potassium  cyanide,  KCN,  and  potas- 
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slum  cyanate;  KCNO,  are  produced,  the  process  being  analogous 
to  the  formation  of  potassium  chloride,  KCl,  and  potassium  hypo- 
chlorite, KCIO,  by  the  action  of  chlorine  on  caustic  potash 
("Inorganic  Chemistry,"  56).  Silver  cyanide,  like  silver  chloride, 
is  in  consistence  a  cheese-like  substance,  insoluble  in  water  and 
dilute  acids,  and  soluble  in  anunonium  hydroxide. 

At  ordinary  temp)eratures  cyanogen  is  a  gas  of  pungent  odour: 
its  boiling-point  is  —20  •  7°.  It  is  excessively  poisonous.  At  high 
temperatures  it  is  stable,  but  at  ordinary  temperatures  its  aqueous 
solution  decomposes  slowly,  depositing  a  brown,  amorphous,  floc- 
culent  precipitate  of  azulminic  add.  Cyanogen  is  inflanunable, 
burning  with  a  peach-blossom  coloured  flame. 

Hydrocyanic  Add,  HCN. 

242.  The  salts  of  hydrocyanic  acid  ("prussic  acid")  are  formed 
when  carbon,  nitrogen,  and  a  strong  base  are  in  contact  at  a  red 
heat;  for  example,  when  a  mixture  of  carbon  and  potassium  car- 
bonate is  strongly  heated  in  a  stream  of  nitrogen.  Cyanides  are 
also  produced  when  nitrogenous  organic  substances  are  heated 
w^ith  an  alkali  or  alkali-metal  (4).  Ammonium  cyanide  results 
when  ammonia-gas  is  led  over  red-hot  carbon. 

When  sparks  from  an  induction-coil  are  passed  through  a  mix- 
ture of  acetylene  and  nitrogen,  hydrocyanic  acid  is  formed,  and, 
since  acetylene  can  be  obtained  by  direct  S3mthesis  (133),  this 
reaction  furnishes  a  method  of  building  up  hydrocyanic  acid 
from  its  elements.  It  is  usually  prepared  by  heating  potassium 
ferrocyanide  (243)  with  dilute  sulphuric  acid,  anhydrous  hydro- 
cyanic acid  being  obtained  by  fractional  distillation  of  the  aqueous 
distillate.  It  is  a  colourless  liquid  with  an  odour  resembling  that 
of  bitter  almonds:  it  boils  at  26°,  and  the  solid  melts  at  — 14°. 

When  pure,  hydrocyanic  acid  is  stable,  but  its  aqueous  solution 
decomposes  with  formation  of  brown,  amorphous,  insoluble  sub- 
stances: the  solution  contains  various  compounds,  among  them 
ammonium  formate. 

Like  most  cyanogen  derivatives,  hydrocyanic  acid  is  an  exces- 
sively dangerous  poison.  The  inhalation  of  hydrogen  peroxide,  or  of 
air  containing  chlorine,  is  employed  as  an  antidote.  Like  the  mer- 
cury compounds  ("Inorganic  Chemistry,"  274),  its  toxic  effect  do- 
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pends  upon  the  degree  of  ionization,  so  that  it  must  be  the  cyanogen 
ions  that  exert  the  poisonous  action.  Other  evidence  leads  to  the 
same  conclusion:  thus,  potassium  ferrocyanide,  the  aqueous  solution 
of  which  contains  no  cyanogen  ions,  is  non-poisonous. 

Hydrocyanic  acid  must  be  looked  upon  as  the  nitrile  of  formic 
acid:  H-COOH ->H.CN.  Its  formation  by  the  distillation  of 
ammonium  formate,  and  the  reverse  transformation — referred  to 
above — of  hydrocyanic  acid  into  ammonium  formate  by  addition 
of  two  molecules  of  water,  favour  this  view,  as  does  also  the  forma- 
tion of  hydrocyanic  acid  when  chloroform,  H-CCls,  is  warmed 
with  alcoholic  ammonia  and  caustic  potash  (151).  Methylamine 
is  obtained  by  reduction  of  hydrocyanic  acid: 

H.C^N+4H  =  H3C-NH2. 

Hydrocyanic  acid  is  one  of  the  weakest  acids,  its  aaueous  solu- 
tion having  low  electric  conductivity. 

Hydrocyanic  acid  can  be  obtained  from  amygdalin,  C20H27O11N, 
which  is  a  glucoside  (a  18),  and  is  found  in  bitter  almonds  and  other 
vegetable-products.  In  contact  with  water,  amygdalin  is  decom- 
posed by  an  enzyme  (222),  emuZsin,  also  present  in  bitter  almonds, 
into  benzaldehyde,  hydrocyanic  acid,  and  dextrose: 

CjoH„OnN  +  2H,0  -  OHeO  +  HCN  +  2CeHiiO«. 
Amygdalin  Beiualdehjde         Dextrose 

Cyanides. 

243.  The  cyanides  of  the  alkali-metals  and  of  the  alkaline-earth- 
metals,  and  mercuric  cyanide,  are  soluble;  other  cyanides  are  in- 
soluble. All  have  a  great  tendency  to  form  complex  salts,  many 
of  which,  particularly  those  containing  alkali-metals,  are  soluble 
in  water  and  crystallize  well.  The  preparation  and  properties  of 
some  of  these  salts  are  described  in  "Inorganic  Chemistry,"  308. 

Potassium  cyanide ,  KCN  (or  KCy),  is  obtained  by  heating 
potassium  ferrocyanide,  K4Fe(CN)6  (or  K4FeCy6),  to  redness: 

K4Fe(CN)6  =  4KCN-fFeC2+N2. 

(The  symbol  Cy  is  sometimes  used  to  denote  the  radical  CN.) 
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Potassium  cyanide  is  readily  soluble  in  water,  and  with  difficulty 
in  strong  alcohol:  it  can  be  fused  without  imdergoing  decomposi- 
tion. The  aqueous  solution  is  unstable;  the  potassium  cyanide 
takes  up  two  molecules  of  water,  slowly  at  ordinary  temperatures 
and  quickly  on  boiling,  with  elimination  of  ammonia,  and  produc- 
tion of  potassium  formate: 

KCN+2H2O  =  HCOOK  +  NH3. 

Potassium  cyanide  always  has  an  odour  of  hydrocyanic  acid,  owing 
to  the  fact  that  it  is  decomposed  by  the  carbon  dioxide  of  the 
atmosphere  into  this  compound  and  potassium  carbonate. 

The  aqueous  solution  of  potassium  cyanide  has  a  strongly  alka- 
line reaction,  the  salt  being  partially  hydrolyzed  to  hydrocyanic 
acid  and  caustic  potash  (*' Inorganic  Chemistry,"  66  and  146). 
Evidence  of  this  decomposition  is  also  afforded  by  the  possibility 
of  saponifying  esters  with  a  solution  of  potassium  cyanide,  this 
furnishing  at  the  same  time  a  method  of  determining  the  extent 
of  the  hydrolytic  decomposition  of  the  salt. 

Potassium  Jerrocyanide  C*  yellow  prussiate  of  potash"), 
K4Fe(CN)6,  crystallizes  in  large,  sulphur-yellow  crystals,  with 
three  molecules  of  water,  which  can  be  driven  off  by  the  applica- 
tion of  gentle  heat,  leaving  a  white  powder.  It  is  not  poisonous 
(242).  When  warmed  with  dilute  sulphuric  acid  it  yields  hydro- 
cyanic acid.  On  heating  with  concentrated  sulphuric  acid,  carbon 
monoxide  is  evolved:  in  presence  of  the  sulphuric  acid,  the  hydro- 
cyanic acid  first  formed  takes  up  two  molecules  of  water,  with 
production  of  ammonia  and  formic  acid,  the  latter  being  imme- 
diately decomposed  by  the  concentrated  sulphuric  acid  into  carbon 
monoxide  and  water  (88).  This  method  is  often  used  for  the 
preparation  of  carbon  monoxide. 

Cyanic  Acid,  HCNO. 

244.  Cyanic  acid  is  obtained  by  heating  its  polymeride,  cyanuric 
add  (247),  and  passing  the  resulting  vapours  through  a  freezing- 
mixture.  It  is  a  colourless  liquid,  stable  below  0°.  If  the  flask 
containing  it  is  removed  from  the  freezing-mixture,  so  that  the 
temperature  rises  above  0**,  vigorous  ebullition  takes  place,  some- 
times accompanied  by  loud  reports,  and  the  liquid  is  converted 
into   a  white,  amorphous  solid.    This   transformation   was  first 
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observed  by  Liebig  and  W6hler,  by  whom  the  product  was  called 
"insoluble  cyanuric  acid,"  or  cyamelide,  which  is  a  polymeride  of 
cyanic  acid,  and  probably  has  the  formula  (HCN0)3.  It  has, 
however,  been  shown  by  Senier  that  the  transformation-product 
contains  only  about  30  per  cent,  of  cyamelide,  the  remainder 
being  cyanuric  acid:  they  can  be  separated  by  treatment  with 
water,  in  which  cyamelide  is  very  sparingly  soluble,  much  less 
so  than  cyanuric  acid. 

The  relationship  subsisting  between  cyanic  acid,  cyanuric  acid, 
and  cyamelide  is  explained  by  the  following  considerations.  At 
ordinary  temperatures  cyamelide  is  the  stable  modification.  When 
cooled  below  0**,  the  vapour  of  cyanuric  acid  yields  cyanic  acid,  a 
transformation  analogous  to  the  condensation  of  phosphorus-vapour 
at  low  temperatures  to  the  yellow,  and  not  to  the  stable  red,  modi- 
fication. This  is  due  to  the  fact  that  at  low  temperatures  the  velocity 
of  transformation  of  both  the  unstable  forms  is  very  small.  Above 
(f  the  velocity  of  transformation  of  cyanic  acid  is  much  greater,  and 
the  stable  cyamelide  is  formed,  the  process,  moreover,  being  consider- 
ably accelerated  by  its  own  calorific  effect.  Above  150°  cyamelide 
is  converted  into  cyanuric  acid.  This  transformation  is  analogous 
to  that  of  rhombic  sulphur  into  monoclinic  sulphur,  the  transition- 
point  being  about  150°,  although  the  process  is  so  slow  that  it  could 
not  be  determined  accurately.  A  similar  slowness  prevents  observa- 
tion of  the  reverse  process,  the  direct  transformation  of  cyanuric 
acid  into  cyamelide,  so  that  cyanuric  acid  remains  unchanged  for  an 
indefinite  period  at  the  ordinary  temperature,  although  it  is  an 
unstable  modification.  In  this  respect  it  is  comparable  with  deto- 
nating gas  ("Inorganic  Chemistry,"  13). 

Above  0°  an  aqueous  solution  of  cyanic  acid  changes  rapidly 
into  carbon  dioxide  and  ammonia: 

HCNO+H2O  =  H3N+CO2. 

The  constitution  of  cyanic  acid  itself  is  unknown,  but  it  yields 
two  series  of  derivatives  which  may  be  regarded  as  respectively 

OH 

derived  from  normal  cyanic  acid,  C4  xr    ,  and  from  isocyanic  add, 


\o 


Cyanogen  chloride,  CNCl,  may  be  looked  upon  as  the  chloride  of 
normal  cyanic  acid.  It  is  a  very  poisonous  liquid,  and  boils  at 
15-5°:  it  can  be  obtained  by  the  action  of  chlorine  on  hydrocyanic 
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acid,  and  polymerizes  readily  to  cyanuric  chloride^  CsNsCla.  Cyano- 
gen chloride  is  converted  by  the  action  of  caustic  potash  into  potas- 
sium chloride  and  potassium  cyanate: 

CNCH-2K0H  =  CNOK+KCI+H2O. 

Esters  of  cyanic  acid  have  not  been  isolated:  they  are  probably 
formed  in  the  first  instance  by  the  action  of  sodium  alkoxides 
upon  cyanogen  chloride,  since  the  polymeride,  ethyl  cyanurate 
(CNOC2H6)3,  can  be  readily  separated  from  the  reaction-product 

(247). 

Esters  of  \aocyanic  acidf  on  the  other  hand,  are  well  known,  and 
are  obtained  by  the  action  of  alkyl  halides  on  silver  cyanate: 

CO:NlAg-fIlC2H5  =  CO-NCaHg+Agl. 


The  i«ocyanic  esters  are  volatile  liquids,  with,  a  powerful,  stifling 
odour:  they,  too,  polymerize  readily,  yielding  laocyanuric  esters, 
such  as  (CONC2H5)3  (247). 

The  constitution  of  the  isocyanic  esters  follows  from  their  decom- 
position into  carbon  dioxide  and  an  amine,  by  treatment  with  water, 
or  better  with  dilute  alkalis: 

CO:N.CH8+H30  -  CO2-I-NH2.CH8. 
This  reaction  was  first  applied  by  Wurtz  to'  the  preparation  of 
primary  amines,  for  obtaining  them  pure,  and  free  from  secondary 
and  tertiary  amines. 

Primary  amines  can  be  obtained  from  acid  amides  by  the  action 
of  bromine  and  caustic  poti^h  (104).  This  is  more  economically 
effected  by  distilling  a  mixture  of  the  acid  amide  and  bleaching- 
powder  with  lime-water.  The  mechanism  of  the  reaction  has  been 
investigated  by  Hoogewerff  and  van  Dorp.  The  first  product  has 
been  isolated;  it  is  a  substituted  amide,  with  bromine  linked  to 
nitrogen:  R-CO-NH,->R-CO-NHBr.  The  hydrogen  of  the  amino- 
group  can  be  replaced  by  metals,  owing  to  the  influence  of  the  acid- 
residue,  and  this  replacement  is  considerably  facilitated  by  the  intro- 
duction of  a  Br-atom.  The  caustic  potash  present  causes  the  forma- 
tion of  a  compound,  R*CO*NKBr,  which  is  unstable,  but  can  be  iso- 
lated. This  potassium  bromamide  readily  undergoes  an  intramolecu- 
lar transformation,  similar  to  the  Beckmann  transformation  (1x2): 

R-C-OK  Br-C-OK 

II  changes  to  || 

Br-N  R.N 

Potamium 
bromamide 
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The  transformation-product  loses  KBr,  with  formation  of  an  1^0- 

N.R 
cyanic  ester,     1 1     ,  which  is  decomposed  by  the  water  present  into  & 

OC 
primary  amine  and  CO9. 

Thiocyanic  Acid,  HCNS. 

245.  Thiocyanic  acid  (sulphocyanic  acid)  resembles  cyanic  acid 
in  its  properties,  but  is  much  more  stable  towards  water.  It  can 
be  obtained  by  treatment  of  barium  thiocyanate  with  the  calculated 
proportion  of  dilute  sulphuric  acid.  When  the  solution  is  fraction- 
ated under  diminished  pressure,  and  the  vapour  passed  over  calcium 
chloride  to  free  it  from  water  into  a  vessel  cooled  by  a  freezing- 
mixture,  the  anhydrous  acid  is  obtained  in  the  form  of  a  very  vola- 
tile, pungent-smelling  liquid,  which  changes  quickly  to  a  solid 
polymeride  after  removal  from  the  freezing-mixture.  When 
warmed  with  dilute  sulphuric  acid,  thiocyanic  acid  takes  up  one 
molecule  of  water,  and  decomposes  similarly  to  cyanic  acid  (244), 
with  production  of  carbon  oxysulphide,  COS,  instead  of  CO2: 
HCNS+H2O  =  H3N+COS. 

Potassium  thiocyanate  is  obtained  by  boiling  a  solution  of  potas- 
mum  cyanide  with  sulphur.  Among  other  applications  it  is  used  in 
Volhard's  method  of  silver-titration.  When  silver  nitrate  is  added 
to  a  solution  of  potassium  thiocyanate,  silver  thiocyanate,  AgCNS,  is 
deposited  in  the  form  of  a  white,  cheese-like  precipitate,  insoluble  in 
dilute  mineral  acids.  Ferric  thiocyanate,  Fe(CNS)„  has  a  dark 
blood-red  colour :  its  formation  is  used  as  a  test  for  ferric  salts.  The 
red  colour  is  due  to  the  non-ionized  molecules  Fe{CNS)„  since  neither 
the  ferric  ion  nor  the  thiocyanic  ion  are  coloured  in  solution,  and  the 
colour  is  intensified  if  ionization  is  diminished;  for  example,  by  the 
addition  of  more  of  the  ferric  salt  or  of  the  thiocyanate.  The  red 
colour  is  removed  by  agitating  the  solution  with  ether,  whereas  ions 
cannot  be  extracted  by  this  means.  Mercury  thiocyanate  has  the 
property  of  intumescing  when  decomposed  by  heat  ("Pharaoh's 
serpents  "). 

The  constitution  of  thiocyanic  acid,  like  that  of  cyanic  acid,  is 
unknown,  and  it  resembles  the  latter  in  giving  rise  to  two  series  of 

esters,  the  thiocyanic  esters,  C^  ^    ,  and  the  iaothiocyanic  ester^ 
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Thiocyanic  esters  are  obtained  by  the  action  of  alkyl  iodides 
upon  the  salts  of  thiocyanic  acid: 


CN.SJKTIjCaHfi  =  CN.SC2H5+KI. 


They  are  liquids,  insoluble  in  water,  and  characterized  by  a  leek- 
like odour.  That  th6  alkyl-group  in  these  compounds  is  in  union 
with  sulphur  is  proved  by  the  nature  of  the  products  obtained  both 
by  reduction  and  oxidation.  Reduction  yields  mercaptans  and 
hydrocyanic  acid,  methylamine  being  formed  from  the  latter  by 
further  reduction : 

CN.S.C2H6+2H  =  CNH+H.S.C2H6. 

Alkylsulphonic  acids,  such  as  C2H5«S020H  (68),  are  obtained  by 
oxidation. 

Under  the  influence  of  heat  the  thiocyanic  esters  are  trans- 
formed into  isothiocyanic  esters:  thus,  distillation  of  allyl  thio- 
cyanate,  CN-SCsHs,  effects  this  change. 

The  iaothiocyanic  esters  are  also  called  my^tard-oUs,  after  allyl 
iaothiocyanate,  to  which  the  odour  and  taste  of  mustard-seeds 
are  due.  The  following  reactions  prove  that  these  compounds 
contain  an  alkyl-group  attached  to  nitrogen,  and  have  the  con- 

^N.R 

stitution  CC         .    When  treated  with  concentrated  sulphuric  acid, 

they  take  up  water,  yielding  a  primary  amine  and  carbon  oxy- 
sulphide: 

R.N:CS-f  H2O  =  R.NH2+COS. 

They  are  converted  by  reduction  into  a  primary  amine  and  trithio^ 
methylene,  (CH2S)3,  the  latter  probably  resulting  from  the  polymeri- 
zation of  the  thiomethylene,  CH2S,  first  formed,  which  is  unknown 
in  the  free  state: 

R.N:CS+4H  =  R.NH2+CH2S. 

Addition-products  of  the  mustard-oils  are  described  in  254  and  255. 
Cyanamide,  CN«NH2,  is  obtained  in  various  reactions;  for  in- 
stance, by  the  action  of  ammonia  upon  cyanogen  chloride.  It  is  a 
crystalline,  hygroscopic  solid,  and  polymerizes  readily.  Its  hydro- 
gen atoms  can  be  replaced  by  metals;  thus,  silver  yields  silver 
cyanamide,  CN-NA^2»  which  is  yellow,   and  insoluble  in  dilute 
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ammonium  hydroxide,  wherein  it  differs  from  most  silver  com- 
pounds. 

When  calcium  carbide  is  heated  to  redness  in  a  current  of  nitro- 
gen, calcium  cyanamide  is  formed: 

CaC2+N2  =  CN.NCa+C. 

This  compound  can  also  be  obtained  by  heating  lime  and  carbon 
to  a  red  heat  in  an  atmosphere  of  nitrogen.  The  crude  product 
is  called  "  Kalkstickstoff,"  and  will  probably  find  application  as  an 
artificial  fertilizer,  being  decomposed  slowly  by  water  at  ordinary 
temperatures  into  ammonia  and  calcium  carbonate: 

CaCNa+SHgO  =  2NH3+CaC03. 

The  reaction  is  much  accelerated  by  heating  under  pressure.  Am- 
monia can  be  obtained  directly  from  the  nitrogen  of  the  atmosphere 
by  this  method. 

When  bariimi  carbide  is  heated  in  nitrogen,  it  yields  bariimi 
cyanide: 

BaC2+N2  =  Ba(CN)2. 

This  reaction  affords  a  means  of  preparing  cyano-derivatives  from 
atmospheric  nitrogen. 

Fulminic  Acid. 

246.  Salts  of  fulminic  add  are  obtained  by  the  interaction  of 
mercury  or  silver,  nitric  acid,  and  alcohol,  in  certsun  proportions- 
The  best  known  of  them  is  mercuric  fulminate,  HgCaOzNa,  which  is 
prepared  on  a  large  scale,  and  employed  for  filling  percussion-caps, 
and  for  other  purposes.  Guncotton  can  be  exploded  by  the  detona- 
tion of  a  small  quantity  of  this  substance  (231);  and  it  produces  the 
same  result  with  other  explosives,  so  that  the  so-called  "fulminating 
mercury  "  plays  an  important  part  in  their  application. 

Silver  fulminate,  Ag(CNO),  is  much  more  explosive  than  the  mer- 
cury salt,  and  hence  is  not  employed  technically.  The  explosion  of 
these  salts  has  a  hrisani  (160),  though  only  local,  effect:  this  enabled 
Howard,  the  discoverer  of  mercuric  fulminate,  to  explode  a  small 
quantity  in  a  balloon  without  injury  to  the  latter,  the  only  effect 
being  to  shatter  the  leaden  shells  containing  the  explosive. 

Free  fulminic  acid  is  a  very  unstable,  volatile  substance:  it  has 
an  odour  resembling  that  of  hydrocyanic  acid,  and  is  excessively 
poisonous. 
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According  to  Nef,  the  formula  of  fulminic  acid  is  C=N«OH,  con- 
taining a  bivalent  carbon  atom.  When  mercuric  fulminate  is  treated 
with  acetyl  chloride,  a  compound  of  the  formula  CH,'CO(CNO)  is 
obtained.  In  presence  of  hydrochloric  acid  the  fulminate  takes  up 
water,  with  formation  of  hydroxylamine  and  formic  acid.  It  is  con- 
verted by  bromine  into  a  compound,  Br^aO^Na,  with  the  constitu- 
tional formula 

Br— C=X— O 

Br— C=N— O" 

Cyaniiric  Add  and  iaoCjanvaic  Acid. 

247.  Cyanvric  bromide,  CsNaBra,  is  obtained  by  heating  potas- 
sium ferricyanide  with  bromine  at  220®.  By  heating  with  water, 
the  bromide  is  converted  into  cyanuric  add,  (CN0H)3.  The  latter, 
however,  is  usually  prepared  by  the  action  of  heat  on  urea  (252). 
Two  series  of  esters  are  derived  from  this  acid,  the  normal  cyanuric 
and  the  iaocyanuric  esters^  the  former  being  called  *'0-esters,"  and 
the  latter  "N-esters." 

The  normal  cyanuric  esters  are  obtained  by  the  action  of  sodium 
alkoxides  on  cyanm-ic  chloride  or  bromide.  The  formation  of  alco- 
hol and  cyanuric  acid  on  saponification  proves,  the  alkyl-group  in 
these  esters  to  be  in  imion  with  oxygen.  For  this  reason  constitu- 
tional formula  I.  is  assigned  to  them: 


N 

N.R 

/\ 

/\ 

RO-C       C.OR 

OC       CO 

i   1,    ■■ 

II.        1         1      . 
R-N       N.R 

\/ 

v/ 

C 

CO 
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The  wocyanuric  esters  result  when  silver  cyanurate  is  heated 
with  an  alkyl  iodide.  Their  alkyl-groups  are  linked  to  nitrogen, 
since,  on  boiling  with  alkali,  such  an  ester  yields  a  primary  amine 
and  carbon  dioxide,  a  decomposition  accounted  for  in  constitutional 
formula  II.  The  0-esters  are  formed  when  an  alkyl  iodide  reacts 
with  silver  cyanurate  at  ordinary  temperatures,  but  their  conver- 
sion into  the  N-esters  by  heating  explains  the  difference  in  the  pro- 
ducts obtained  at  ordinary  and  at  elevated  temperatures. 
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Klason  has  suggested  that  cyamelide  (244)  is  tsocyanuric  acid, 
and  that  its  relation  to  the  isocyanuric  esters  resembles  that  of 
eyanuric  acid  to  the  normal  cyanuric  esters.  The  formation  of 
cyanuric  chloride  by  the  action  of  phosphorus  pentachloride  on 
the  normal  esters  and  normal  cyanuric  acid,  and  the  fact  that  the 
iao-esters,  and,  as  Senier  has  shown,  cyamelide,  do  not  yield  chlo- 
rides under  this  treatment,  support  this  view. 

Important  evidence  in  favour  of  the  imino-formula  for  cyanuric 
acid  has  been  furnished  by  Chattaway  and  Wadmore,  who  have 
succeeded  in  replacing  the  metal  in  potassium  cyanurate  by  chlorine. 
They  regard  the  compound  formed  as  (0:C:N-C1)8. 


DERIVATIVES  OF  CARBONIC  ACID. 

248.  Carbonic  acidy  H2CO3  or  C0(0H)2,  is  not  known  in  the 
free  state,  but  is  supposed  to  exist  in  the  solution  of  carbon  dioxide 
in  water:  it  decomposes  very  readily  into  its  anhydride,  carbon 
dioxide,  and  water.  It  is  dibasic,  and  is  generally  described,  with 
its  salts,  in  inorganic  chemistry  ("Inoi*ganic  Chemistry,"  184). 
Some  of  its  oi^anic  derivatives  are  dealt  with  in  this  chapter. 

Carbonyl  Chloride,  COCI2. 

249.  Carbonyl  chloride  {phosgene)  is  obtained  by  the  action  ot 
chlorine  on  carbon  monoxide.  It  was  called  phosgene  {<f>a>Sf  light; 
yevrao),  to  produce)  by  J.  Davy  in  1811,  imder  the  impression 
that  its  formation  by  this  means  can  only  take  place  in  presence  of 
sunlight,  a  view  since  proved  to  be  incorrect.  Carbonyl  chloride  is 
a  gas  witb  a  powerful,  stifling  odour.  It  dissolves  readily  in  benzene, 
and  the  solution  is  employed  in  syntheses,  both  in  the  laboratory 
and  in  the  arts. 

The  reactions  of  carbonyl  chloride  indicate  that  it  is  the  chloride 
of  carbonic  acid.  It  is  slowly  decomposed  by  water,  yielding  hydro- 
ehloric  acid  and  carbon  dioxide.  With  alcohol  at  ordinar}*^  tem- 
peratures it  first  forms  ethyl  chiorocarbonate: 

H|0C2Hg        yOC2H5 

By  more  prolonged  treatment  with  alcohol,  and  also  by  the  action 
of  sodium  ethoxide,  diethyl  carbonate^  CO(OC2H5)2,  is  produced. 
By  the  action  of  ammonia,  the  two  Cl-atoms  in  carbonyl  chloride 
can  be  replaced  by  amino-groups,  with  formation  of  the  amide  of 
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carbonic  acid,  urea,  CO(NH2)2  (252).  All  these  reactions  aie 
characteristic  of  acid  chlorides. 

The  chlorocarbonic  esters,  also  called  chlaroformic  esters,  are  col- 
ourless liquids  of  strong  odour,  and  distil  without  decomposition. 
They  are  employed  for  the  introduction  of  the  group  — OOOCjHj 
into  compounds  (240). 

The  carbonic  esters  are  also  liquids,  but  are  characterized  by  the 
possession  of  an  ethereal  odour:  they  are  insoluble  in  water,  and  are 
very  readily  saponified. 

'  Carbon  Disulphidey  CS2. 

250.  Carbon  disviphide  is  manufactured  synthetically  by  passing 
sulphur-vapour  over  red-hot  carbon.  The  crude  product  has  a  very 
disagreeable  odour,  which  can  be  removed  by  distilling  from  fat. 
The  pure  product  is  an  almost  colourless,  highly  refractive  liquid 
of  ethereal  odour.  It  is  insoluble  in  water,  boils  at  46^,  and  has  a 
specific  gravity  of  1-262  at  20°.  Carbon  disulphide  is  poisonous: 
being  highly  inflammable,  it  must  be  handled  with  great  care.  It 
is  an  excellent  solvent  for  fats  and  oils,  and  finds  extensive  applica- 
tion in  the  extraction  of  these  from  seeds.  It  is  also  employed  in 
the  vulcanization  of  india-rubber. 

Carbon  disulphide  is  a  stable  compoimd,  and  resists  the  action 
of  heat,  although  it  is  endothermic  (''Inorganic  Chemistry,"  119). 
It  is,  however,  possible  to  make  its  vapour  explode  by  means  of 
mercuric  fulminate.  The  halogens  have  little  action  on  it  at  ordi- 
nary temperatures;  but  in  presence  of  a  halogen-carrier,  chlorine  and 
bromine  can  effect  substitution,  with  production  of  carbon  tetra- 
chloride and  tetrabromide  respectively. 

Carbon  disulphide,  like  carbon  dioxide,  is  the  anhydride  of  an 
acid,  or  an  anhydrosulphide.  With  alkali-metal  or  alkaline-earth* 
metal  sulphides  it  yields  trUhiocarhonates: 

BaS+CS2  =  BaCSg. 

Barium 
trithiocarbonate 

The  barium  salt  is  yellow,  and  dissolves  in  cold  water  with  difficulty- 
By  the  addition  of  dilute  acids  to  its  salts,  free  trUhiocarbonic  acid, 
H2CS3,  can  be  obtained  as  an  unstable  oil.  The  potassium  salt  is 
employed  in  the  destmction  of  vine-lice. 
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The  potassium  salt  of  xanthic  add  is  fonned  by  the  action  of 
potassium  ethoxide  on  carbon  disulphide: 

•OC2H5 
CS2  4*  KOC2H5  =  CS  • 

This  is  effected  by  agitating  carbon  disulphide  with  a  solution  of 
caustic  potash  in  absolute  alcohol,  when  potassium  xardhaie  sepa- 
rates in  the  form  of  yellow,  glittering  needles.  Free  xanthic  acid 
is  very  unstable:  it  owes  its  name  {Say 66s ^  yellow)  to  its  cuprous 
salt,  which  has  a  yellow  colour,  and  results  from  the  spontaneous: 
transformation  of  the  brownish-black  cupric  salt,  precipitated  from 
a  solution  of  copper  sulphate  by  the  addition  of  a  xanthate. 

Carbon  Ozysulphide,  COS. 

251.  Carbon  oxysulphide  is  a  colourless,  odourless,  inflammable 
gas,  and  is  obtained  by  the  action  of  sulphuretted  hydrogen  on 
isocyanic  esters: 

2CO.NC2H5+H2S  =  COS+CO(NHC2H5)2. 

Its  formation  from  isothiocyanic  esters  is  mentioned  in  245.  It  i? 
also  produced  when  a  mixture  of  carbon  monoxide  and  sulphv.r- 
vapour  is  passed  through  a  tube  at  a  moderate  heat. 

Carbon  oxysulphide  is  but  slowly  absorbed  by  alkalis.  It  yields 
salts  with  metallic  alkoxides:  these  compounds  may  be  regarded 
as  derived  from  carbonates  by  simultaneous  exchange  of  oxygen  for 
sulphur: 

yOC2H6 

COS+C2H5-OK  =  CO 

Urea,C0<NH2, 

252.  Urea  owes  its  name  to  its  occurrence  in  urine,  as  the  finaf 
decomposition-product  of  the  protciis  in  the  body. 

An  adult  excretes  about  1500  grammes  of  urine,  containing  ap- 
proximately 2  per  cent,  of  urea,  in  twenty-four  hours,  so  that  the 
daily  production  of  this  substance  amounts  to  about  30  grammes.. 
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To  obtain  urea  from  urine,  the  latter  is  first  concentrated  by  evapora- 
tion. On  addition  of  nitric  acid,  urea  nUrate,  CO(NH2)2-HNOj, 
(253)  is  precipitated,  and,  on  account  of  impurities,  has  a  yellow 
colour.  The  colouring  is  removed  by  dissolving  the  precipitate  in 
water,  and  oxidizing  with  potassium  permanganate.  Urea  is  set 
free  from  the  solution  of  the  nitrate  by  treatment  with  barium 
carbonate : 

2CON2H,.HN08+BaCO,  -  2CON,H4+Ba(N03),+H20+COj. 

Urea  nitrate 

On  evaporation  to  dryness,  a  mixture  of  urea  and  barium  nitrate  is 
obtained  from  which  the  organic  compound  can  be  separated  by 
solution  in  strong  alcohol. 

Urea  is  to  be  looked  on  as  the  amide  of  carbonic  acid,  on  account 
of  its  formation  from  the  chloride  of  this  acid,  carbonyl  chloride. 
COCI2,  this  reaction  proving  its  constitution  (249): 


/!cr 

CO 


^NH, 


H]NHa     /^ 
+  =  CO        +2Ha. 

NjcTHlNHa     \nH2 

Carbonyl  chloride  Urea 

A  confirmation  of  this  view  of  the  constitution  of  m^a  is  its  forma- 
tion by  the  action  of  ammonia  on  diethyl  carbonate. 

Urea  is  formed  by  addition  of  ammonia  to  isocyanic  acid: 


NH  /NH2 

+NH3  =  CO 

\NH2 


Ammonium  wocyanate  dissolved  in  water  is  transformed  into  urea 
on  evaporation  of  the  solution.  This  is  the  method  by  which 
WoHLER  effected  his  classic  synthesis  of  urea,  by  heating  a  mixture 
of  potassium  cyanate  and  ammonium  sulphate  in  solution  (i). 

This  reaction,  which  has  an  important  bearing  upon  the  history 
of  organic  chemistry,  has  been  studied  in  detail  by  Jambs  Walker 
and  Hambly.  Their  researches  have  shown  that  the  reverse  trans- 
formation of  urea  into  ammonium  isocyanate  occurs  also,  since,  on 
addition  of  silver  nitrate,  a  solution  of  pure  urea  in  boiling  water 
yields  a  precipitate  of  silver  cyanate.     An  equilibrium  is  attained: 

CX)(NH2)2?::*CON.NH4. 
jj  Ammonium 

^^^  i»ocyanate 
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When  this  equiUbrium  is  reached,  the  solution  only  contains  a  small 
percentage  of  isocyanate.  It  is  almost  independent  of  the  tempera- 
ture, proving  that  the  transformation  of  the  systems  into  one  another 
is  accompanied  by  but  slight  calorific  effect  (loo). 

253.  /socyanic  esters  are  decompoBed  by  water,  with  formation 
of  primary  amines  and  carbon  dioxide  (244).  If  the  primary  amine 
formed  is  brought  into  contact  with  a  second  molecule  of  tsocyanic 
ester,  addition  takes  place,  with  production  of  a  symmetrical  diaikylr 
urea: 

yNHR 

COiNR+HaNR'  «  CO 

\nhr' 

This  is  a  general  method  for  preparing  &3rmmetrical  dialkylureas. 

A  monoalkylurea  is  obtained  by  the  action  of  ammonia,  instead  of 
an  amine,  upon  an  isocyanic  ester. 

/NRR' 

Vnsymmdrical  dicdkylureaSf  CO  ,  are  prepared  by  the  action 

of  t«ocyanic  acid  on  secondary  amines.  The  method  of  procedure  is 
analogous  to  that  employed  in  Wohler's  synthesis  of  urea,  and  con- 
sists in  wanning  a  solution  of  the  tsocyanate  of  a  secondary  amine: 

^NRR' 
OONH-NHRR'  -  CO 

The  unsymmetrical  dialkylureas  are  converted  by  treatment  with 
absolute  (100  per  cent.)  nitric  acid  into  nitro-compounds,  which  were 
discovered  by  Franchimont,  and  are  called  nitroamines: 


(CH,),N. 
+N0,- 


CONH, 

-^  {CH8)aN-N03. 
OH 


Urea  crystallizes  in  elongated  prisms,  the  crystals  resembling 
those  of  potassium  nitrate:  they  are  very  soluble  in  water,  and 
melt  at  132^.  Like  the  amines,  urea  forms  salts  by  addition  of 
acids,  but  only  one  NH2-group  can  react  thus.  Of  these  salts  the 
nitratCy  CON2H4.HNO3,  and  the  oxalaU,  2CON2H4.C2H2O4,  dis- 
solve with  difficulty  in  solutions  of  the  corresponding  acids. 
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In  some  of  its  reactions,  notably  in  certain  coi}densatioii-paK>- 

cesses,  urea  behaves  as  though  it  had  the  structure  (S— OH.    An 

^NH, 
ether  of  this  isourea  is  obtained  by  addition  of  methyl  alcohol  to 
cyanamide,  the  reaction  being  facilitated  by  the  presence  of  hydro- 
chloric acid: 

4^  /OCH. 

C         +HOCH,-C=NH  . 

Gyuumude  Methyliaourea 

This  method  of  formation  indicates  the  constitution  of  the  com- 
pound. Another  reaction  confirming  this  view  is  the  production  of 
methyl  chloride  on  heating  with  hydrochloric  acid,  which  points  to 
the  fact  that  the  CH,-group  is  not  in  union  with  nitrogen,  since  under 


this   treatment   methylurea,  CO  ,    splits   off   methylamine, 

CHs-NHa. 


"^NHCH, 


When  heated,  urea  melts;  it  then  begins  to  evolve  a  gaa,  con- 
sisting principally  of  ammonia,  but  also  containing  carbon  dioxide; 
after  a  time  the  residue  solidifies.  The  following  reactions  take 
place. 

Two  molecules  of  urea  lose  one  molecule  of  ammonia,  with  pro- 
duction of  biuret: 

/NH2     HaNv 
CX). .         yCO  =  NHz-CO.NH.CO.NHa+NHs. 

\  INTT^HI  V[K^  Biuret 


\INH2HI  HN- 


Biuret  is  a  crystalline  substance  which  melts  at  190^.  When 
copper  sulphate  and  caustic  potash  are  added  to  its  aqueous  solu- 
tion, it  gives  a  characteristic  red  colouration  ("biuret-reaction  "). 

On  further  heating,  biuret  unites  with  a  molecule  of  unaltered 
urea,  with  elimination  of  ammonia,  and  formation  of  cyanuric  acid 

(247): 
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NH 

/\ 

|H1NH>C0>NH>C0>NH[H]  ^    ^C       CO 

H^N-ICORJH^  Hli       NH 

\/ 
CO 

Like  the  acid  amides,  when  heated  with  bases  urea  decomposes, 

yielding  carbon  dioxide  and  ammonia. 

The  quantitative  estimation  of  urea  in  urine  is  an  operation  of 
considerable  importance  in  physiological  chemistry,  and  is  effected 
by  different  methods.  Bunsen's  process  depends  upon  the  decora- 
position  of  urea  into  carbon  dioxide  and  ammonia,  on  heating  with 
an  ammoniacal  solution  of  baryta:  the  carbon  dioxide  is  thus  con- 
verted into  barium  carbonate,  which  can  be  collected  and  weighed. 
In  Knop's  method  the  nitrogen  is  quantitatively  liberated  by  treat- 
ment of  the  urea  solution  with  one  of  caustic  potash  and  bromine 
(German,  Bromlauge),  in  which  potassium  hypobromite  is  present: 
the  percentage  of  urea  can  be  calculated  from  the  volume  of  nitrogen 
liberated.  Liebig's  titration-method  is  based  upon  the  formation 
of  a  white  precipitate  of  the  composition  2COX2H4«Hg(NOs)2'3HgO, 
when  mercuric-nitrate  solution  is  run  into  a  solution  of  urea  of  about 
2  per  cent,  concentration.  When  excess  of  the  mercury  salt  has  been 
added,  a  drop  of  the  liquid  brought  into  contact  with  a  solution  of 
sodium  carbonate  gives  a  yellow  precipitate  of  basic  nitrate  of  mer- 
cury. Urine,  however,  contains  substances  which  interfere  with 
these  methods  of  estimation:  an  account  of  the  mode  of  procedure 
by  which  the  correct  percentage  of  urea  can  be  ascertained  will  be . 
found  in  text-books  of  physiological  chemistry. 

Potassium  cyanate  and  hydrazine  hydrate,  H^N-NHj  +  HzO, 
react  together,  with  formation  of  semicarhazide,  NHj-CO-NH-NHz, 
a  base  which  melts  at  96°,  and  combines  with  aldehydes  and  ketones 
similarly  to  hydroxylamine: 


Rz-CjO  +  H^N.NH.CO.NHa  -*  Ra-CiX-NH-CO-NHj. 

The  compounds  thus  formed  are  called  semicarbazones;  they  some- 
times crystallize  well,  and  are  employed  in  the  identification  and 
separation  of  aldehydes  and  ketones. 

Derivatives  of  Carbamic  Acid. 

254.  Carbamic  acid,  NH2'C0-0H,  which  is  the  semi-amide  of 
carbonic  acid,  is  not  known  in  the  free  state,  but  only  as  salts, 
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esters,  and  chloride.     Ammonium  carbamate  is  formed  by  the  union 
of  dry  carbon  dioxide  with  dry  ammonia: 

/OH  yOHNHj 

C02+NH8-C==0    ;  +NH3  =  C^0 

XNHj  \NH2 

Ammonium  carbamate 

When  carbon  dioxide  is  passed  into  an  ammoniacal  solution  of 
calcium  chloride,  no  precipitate  results,  since  the  resulting  calcium 

/Oca* 
carbamate,  CO         ,  is  soluble  in  water. 
\NH2 

When  the  salts  of  carbamic  acid  are  heated  in  solution,  they 
readily  take  up  water,  forming  carbonates. 

The  esters  of  carbamic  acid  are  called  ureihanes.  They  are 
formed  by  the  action  of  ammonia  or  amines  upon  the  esters  of 
carbonic  acid  or  chlorocarbonic  acid: 


/[OCzHs-fHNHa       /NHj 


CX) =  CO  +C2H6OH; 

\OC2H5  \OC2H5 

Diethyl  carbonate  Urethane 

/fCT+HlNHj       /NHa 
CO  "         —CO 

\OC2H5  \OC2H6 

Ethyl  chlorocarbonate 


Urethanes  also  result  in  the  action  of  alcohol  upon  tsocyanuric 
esters: 

^Q  /OC2H5 

CC  +HOC2H6  =  C^O 

^NCHg  \NHCH3 

Urethanes  are  also  obtained  by  boiling  acid  azides  (105)  with 
alcohol : 

R.CON3+C2H5OH  «  R.NHCOOCjHg+Na. 
*ca-=jCa. 
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Since  the  azides  are  easily  prepared  from  the  corresponding  acids, 
and  the  urethanes  readily  yield  the  corresponding  amines,  the  car- 
boxyl-group  can  be  replaced  by  the  amino-group : 

R-COOH  -♦  R.COOCaHs  —  R-CONHNH,  -*  R-CON,  -♦ 

Add  Ester  Hydruide  Astdo 

->  R.NHCOOCjH,  —  R.NH,. 

Urathane  Primary 

amine 

Urethanes  distil  without  decomposition:    ordinary  urethane, 

/OC2H5 
GO  ,  melts  at  51°,  and  is  very  readily  soluble  in  water.     When 

\NH2 

boiled  with  bases,  it  decomposes  into  alcohol,  carbon  dioxide,  and 
ammonia.  Concentrated  nitric  acid  converts  it  into  nUrourethane, 
C2H50-(X)-NH«N02;  and  on  careful  hydrolysis  this  substance 
yields  nitroamine,  NH2-N02. 

Thiourea,  CS(NH2)2. 

255.  Ammonium  iaothiocyanate  yields  (Atour^a  in  a  manner  analo- 
gous to  the  formation  of  lu'ea  from  ammonium  i^cyanate  (252). 
The  transformation  of  the  thio-compound  can  in  this  instance  be 
effected  by  heating  it  in  the  dry  state,  but  is  no  more  complete  than 
that  of  ammonium  cyanate,  since  thiourea  is  converted  by  heat  into 
ammonium  wothiocyanate.  Alkyl-derivatives  of  thiourea  result 
from  addition  of  ammonia  or  amines  to  the  mustard-oils  (245),  the 
reaction  being  similar  to  the  formation  of  alkyl-substituted  ureas 
from  wocyanic  esters  (252). 

These  modes  of  formation  prove  that  the  constitution  of  thiourea 
is  expressed  by  the  formula  OS  (N  112)21  being  similar  to  that  of  urea. 
Derivatives  of  thiourea  are  known,  however,  which  point  to  the 

existence  of  a  tautomeric  form  C^  SH     (253):  thus,  on  addition  of 

an  alkyl  iodideyompounds  are  obtained  in  accordance  with  the 
equation  ^^ 

C^H    +     IIC2H5  -  (  C^SCjHfi  jHI. 
\fH  \    ^NH2  / 

The  alkyl-group  ia  this  compound  is  linked  to  sulphur;  for  it  de- 
composes with  formation  of  mercaptan,  and  on  oxidation  yields  a 
sulphonic  acid.       W 
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Thiourea  forms  well-defined  crystals,  melting  at  172^,  and  readily 
soluble  in  water,  but  with  difficulty  in  alcohol.  On  treatment  with 
mercuric  oxide,  it  loses  sulphuretted  hydrogen,  forming  cyanamide : 

\NH,         ^NH. 

Guanidine,  CH5N3. 

256.  Otuinidine  is  formed  by  the  interaction  of  ammonia  and 
orthocarbonic  esters  or  chloropicrin  (151).  This  probably  results 
from  addition  of  four  amino-groups  to  the  carbon  atom,  the  com- 
pound formed  then  losing  one  molecule  of  ammonia: 

C(OC2H6)4  ->  C(NH2)4;  -  NHg  ->  C^NH  . 

TatrMthyl  ortho-  \NHo 

carbonate  -1.1"^ 

QuanidiiM 

This  method  of  preparing  guanidine  establishes  the  constitutional 
formula  indicated.  Further  evidence  is  afforded  by  its  synthesis  by- 
heating  cyanamide  with  an  alcoholic  solution  of  ammonium  chloride: 

.      Cf         +NH4C1  =  /C^NH    HCL 
^NHj  \  NnHj/ 

Guanidine  is  generally  prepared  by  heating  ammonium  thiocyanate 
at  180°-185°,  when  it  is  obtained  in  the  form  of  gvuinidine  ihioci/a- 
nate,  the  reaction  taking  place  in  the  following  stages: 

SCNH .  NH3  ->  CS(NH2)2  —  H2N  -CN. 

Ammonium  thioeyanato     Thiourea  Cyanamide 

The  cyanamide  imites  with  a  molecule  of  the  unaltered  ammoDium 
thiocyanate: 

.  +NH3.HCNS  -  |(%#P  IHCNS. 
^NH2 

)  thiocyanate 

Guanidine  is  a  colourless,  crystalline  ^bstance,  and  readily 
absorbs  moisture  and  carbon  dioxide  from^^he  atmosphere.    It  is 
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a  strong  base,  unlike  urea,  which  has  a  neutral  reaction:    the 

strengthening  of  the  basic  character,  occasioned  by  exchange  of 

carbonyl-oxygen  for  an  imino-group,  is  worthy  of.  notice.    Guani- 

dine  yields  many  well-defined,  crystalline  salts. 

/NH.NO2 
Nitrogiuinidine,  C^NH         ,  is  obtained  in  solution  by  the 

\NH2 

action  of  fuming  nitric  acid  upon  guanidine:  dilution  with  water 

precipitates  the  nitroguanidine,  which  is  very  slightly  soluble  in 

/NH.NH2 
water.   On  reduction ,  it  yields  aminogiuinidine,  C=:NH  ,  which, 

\NH2 

on  boiling  with  dilute  acids  or  alkalis,  decomposes  with  formation 
of  carbon  dioxide,  ammonia,  and  diamide  or  hydrazine,  fl2N*NH2 
("Inorganic  Chemistry,"  114).  This  reaction  proves  the  consti- 
tution of  nitroguanidine  and  aminoguanidine. 

An  important  derivative  of  guanidine  is  argininej  C6H14O2N4, 
obtained  from  proteids.  It  can  be  synthesized  by  the  action  of 
cyanamide  on  ornithine  (200): 

CXX)H.CH(NH2)-(CH2)3-NH2+CN2H2  - 

Ornithine  Cyuutmi40 


-  COOH-CHNHa.  (CH2)3NH 

> 

NH. 

Ai^inine 


Nc:NH. 


It  is,  however,  not  quite  certain  whether  the  cyanamide  is  added 
at  the  d-NH2-group,  as  represented  in  the  equation,  or  at  the 
a-NHa-^roup. 


^ 


UMC-AGID  GROUP. 

257.  Uric  add,  C5H4O8N4,  derives  its  name  from  its  presence 
in  small  amount  in  urine:  it  is  the  nucleus  of  an  important  group 
of  urea  derivatives.  It  is  closely  related  to  the  urMo-odds  and  the 
Qcidr^rMea  (ureidea),  which  are  amino-acids  and  acid  amides,  con- 
taining the  urea-residue,  NH2*C0»NH— ,  instead  of  the  NHrgroup. 

Parabanic  acid,  C3H2O3N2,  is  an  acid-ure!de:  it  is  obtaiaed  by 
the  oxidation  of  uric  acid.  When  warmed  with  alkalis  for  a  long 
time,  parabanic  acid  takes  up  two  molecules  of  water,  forming  urea 
and  oicalic  acid,  a  reaction  which  proves  it  to  be  oxalylvrea: 


.NH       OHH 
do\  COOH    ^^N 

I        VJO+        -  I  +        >C0. 

CO   /  COOH    „xf 

Pkrabftnio  aoid  (OzalyliirM) 


^KH       OHH 


On  careful  treatment  with  alkalis,  it  takes  up  only  one  molecule  of 
water,  yielding  oxaluric  acid: 


.NH 
Co\^  CX>-NH.CO.NHa 

CO//  COOH 

+OHH 


Alloxan,  C4H2O4N2,  is  an  important  decomposition-product  of 
uric  acid,  from  which  it  is  obtained  by  oxidation  with  nitric  acid:  it 
can  also  be  prepared  by  other  methods.    It  is  meaoxalylurea,  since, 
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on  treatment  with  alkalis,  it  takes  up  two  molecules  of  water,  with 
production  of  urea  and  mesoxalic  acid: 


00 NH+OHH 

CO-OH 

NHa 

CO        CO 

-io      . 

fCO. 

CO NH+OHH 

Alloxan 

CO-OH 

UeMxalio  wad 

NHj 

Carbon  dioxide  and  parabanic  acid  are  produced  by  the  oxidation 
of  alloxan  with  nitric  acid. 

Alloxan  is  converted  by  reduction  into  alloxantine : 

2C4H2O4N2+2H  =  CgHeOgN,. 

Alloxantine 

AUoxantine  is  also  formed  directly  from  uric  acid  by  evaporating  it 
to  dryness  with  dilute  nitric  acid.  When  treated  with  ammonia, 
it  forms  a  purple-red  dye,  murexide,  CsHgO^Ns.  The  formation  of 
murexide  is  employed  as  a  test  for  uric  acid.  Alloxantine  dissolves 
with  difficulty  in  cold  water,  and  gives  a  blue  colour  with  baryta- 
water.  There  is  still  doubt  as  to  the  constitution  of  these  com- 
pounds. 

AUavJUnne,  C4H6O3N2,  is  formed  in  the  oxidation  of  uric  acid 
with  potassium  permanganate,  a  fact  which  has  an  important  bear- 
ing on  the  constitution  of  this  acid.    AUantoine  has  the  structure 

/NH.CH— NH.CO.NH2 
CO         I 
\NH.CO 

AUantoba 

aince  it  can  be  obtained  synthetically  by  beating  g^yoaqrlio  acid 
vitb  urea: 

H    

/NHIH    HO]— 6— (OH+HJHN-CO-NHa 

do        +~^    I    '      ""^       - 

\NH|H    H0|— CO 

'  Urea  Qlyoxylio  acid 

/NH.CH— NH-CO-NHa 
-*C0         I 
\NH.C0 

AUantolBt 
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The  formation  of  alloxan  and  allantolne  from  uric  acid  gives  an 
insight  into  its  constitution,  the  production  of  the  first  indicating 

C-N 
the  presence  of  the  complex  G      yC;  and  of  the  second,  the  pres- 

ence  of  two  urea-residues,  together  with  the  complex  <X       I 

These  are  accounted  for  in  the  structural  formula 
NH— CO 
CO     C-NHv 

I       II      >co. 

NH— C-NH^ 

Urioaoid 

This  formula  also  gives  full  expression  to  the  other  chemical  proper- 
ties of  uric  acid. 

The  following  synthesis  affords  confirmation  of  the  accuracy  of 
the  constitution  indicated.  Malonic  acid  and  urea  combine  to 
form  maUmylurea  or  barhUuric  acid : 


NH— 00 

I 
CH.. 

I-OO 


lo    ' 


NH- 

On  treatment  with  nitrous  acid,  tlus  substance  jrields  an  {sonitroso* 
compound  wtuch  can  also  be  obtained  from  alloxan  and  hydro^i- 
amine,  vMwric  acid : 

NH-CO 

00  C=NOH. 

1  I 
NH— CO 

On  ledootaon,  violurio  acid  gives  amtnobarbiturie  add  : 

NH— CO 
io     i<NH,, 

NH— CO 
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which,  like  the  amines,  adds  on  one  molecule  of  Mocyanic  acid  on 
contact  with  potassium  cyanate,  forming 

NH— CO 

CO    c<_  ^co. 

I         IJHI      I 
NH— C|0  HjHN 

This  substance  is  pseudounc  add^  and  differs  from  uric  acid  only 
in  containing  the  elements  of  another  molecule  of  water.  Boiling 
with  a  large  excess  of  20  per  cent,  hydrochloric  acid  eliminates  this 
molecule  of  water  as  indicated  in  the  formula,  the  treatment  yielding 
a  substance  with  the  constitution  assigned  to  uric  acid,  and  identical 
with  this  compound. 

Uric  acid  dissolves  with  difficulty  in  water,  but  is  soluble  in 
concentrated  sulphuric  acid,  from  which  it  is  precipitated  by  addi- 
tion of  water.  It  forms  two  series  of  salts,  by  exchange  of  one  or 
two  hydrogen  atoms  respectively  for  metals.  Normal  sodium  urate, 
C5H203N4Na2  4-H20,  is  much  more  soluble  in  water  than  sodium 
hydrogen  urate,  2C5H303N4Na  +H2O.  Normal  lithium  urate  is  mod- 
erately soluble  in  water. 

Uric  acid  is  present  in  urine,  and  is  the  principal  constituent  of 
the  excrement  of  birds,  reptiles,  and  serpents:  it  can  be  conveniently 
prepared  from  serpent-excrement.  In  certain  pathological  diseases 
of  the  human  organism,  such  as  gout,  uric  acid  is  deposited  in  the 
joints  in  the  form  of  sparingly  soluble  primary  salts.  On  account  of 
the  solubility  of  lithium  urate,  lithiar-water  is  prescribed  as  a  remedy. 

258.  A  number  of  compounds  with  the  same  carbon-nucleus  as 
uric  acid  occur  in  nature,  partly  in  the  animal,  and  partly  in  the 
vegetable,  kingdom.  To  the  former  belong  hypoxardhine,  C6H4ON4; 
xanthine,  C6H4O2N4;  and  guanine,  C5H5ON5:  to  the  latter  belong 
the  vegetable  bsLaeatheobromine,C7Us02^i;  and  caffeine,  C8H10O2N4. 
To  assign  a  rational  nomenclature  to  these  substances  and  other 
members  of  the  same  group,  Emil  Fischer  regards  them  as  deriva- 
tives of  purine  (p.  343),  the  C-atoms  and  N-atoms  of  which  are 
numbered  as  indicated  in  the  formula 

iN=«CH 
HC^  fiC.^NH    . 

49 
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Xanthine,  theobromine,  and  caffeine  have  the  following  structural 
formulae  and  rational  names: 

NH— CO  NH CO 

CO     C— NHv  CO  i-N(CH8). 

I        It         >CH;  I  11  VJH; 

NH— C — N^  NCCHs)— C N^ 

Xanthine  or  2 : 6-diozypuruie  Dimet hylxanthtne,  theobromine,  or 

3 . 7-clim.ethyl-2 .  ft-dioxypuiine 

N(CH8)— CO 

CO           C— N(CH3). 
I               H  >H. 

N(CH3)— C N^ 

Trimethylxanthine,  caffeine,  the!ne, 
or  1 . 3 : 7-trimethyl-2 : 6-dioxypurine 

Theobromine  and  caffeine  result  from  the  introduction  of  methyl* 
groups  into  xanthine.  * 

Xanthine,  CiRfi^Ni,  is  present  in  all  the  tissues  of  the  human 
body.  It  is  a  colourless  powder,  soluble  with  difficulty  in  water,  and 
possessing  a  weak  basic  character.  On  oxidation,  it  yields  alloxan 
and  urea. 

Theobromine,  C7H8O2N4,  exists  in  cocoa,  and  is  prepared  from  this 
product.  It  is  only  slightly  soluble  in  water,  and  is  converted  by 
oxidation  into  monomethylalloxan  and  monomethylurea. 

Caffeine  or  theine,  CiHioOjN^,  is  a  constituent  of  coffee  and  tea 
It  crystallizes  with  one  molecule  of  water  in  long,  silky  needles,  and 
is  moderately  soluble  in  water.  It  is  generally  prepared  from  tea- 
dust.  On  careful  oxidation  it  yields  dimethyUUloxan  and  numo' 
methylurea. 

The  position  of  the  methyl-groups  in  theobromine  and  caffeine  is 
,   proved  by  the  formation  of  these  oxidation-products. 

There  is  an  evident  resemblance  between  the  constitution  of 
uric  acid  and  that  of  xanthine: 

NH— CO  NH— CO 

CO     C— NHv        ;    CO     C— NHv 

I     II      >o    I     II      >a 

NH— C-NH^  NH-<) W 

Uric  acid  Xanthine 

These  formulae  indicate  the  possibility  of  obtaining  xanthine  by 
the  reduction  of  uric  acid,  and  up  to  the  year  1897  numerous  un- 
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successful  attempts  were  made  to  prepare  it  by  this  method,  a 
reaction  ultimately  effected  by  Emil  Fischer  in  that  year.  He 
has  discovered  several  methods  of  converting  uric  acid  into 
xanthine  and  its  methyl-derivatives  mentioned,  including  one  by 
which  the  manufactiure  of  the  therapeutically  important  bases/ 
theobromine  and  caffeine,  seems  to  be  possible. 

Direct  replacement  of  oxygen  in  uric  acid  by  hydrogen  does  not 
seem  possible.  Emil  Fischer  has,  however,  substituted  chlorine 
for  oxygen  by  means  of  phosphorus  oxychloride.  Various  methods 
of  replacing  the  chlorine  atoms  in  these  halogen  derivatives  by 
other  groups  or  atoms  have  been  devised. 

When  uric  acid  is  treated  with  phosphorus  oxychloride,  the  first 
product  is  8-oxy-2;6-dicAtoropunne;  on  further  careful  treatment 
with  the  sam6  reagent,  this  substance  is  converted  into  2:6:8- 
iTiMoT<ypurine: 


N=C-OH  N=0C1 

HO.C     C— NHv  ->C1.C     C— NHv 


•C     C— NHv  -»C1.C     C— i^xxv 

Tautomerio  fonn  of  2:6  S-Triohloropurioe 

uric  add 

The  behaviour  of  uric  acid  in  this  reaction  accords  with  the  tauto- 
meric (240)  formula  of  trihydroxypurine,  the  phosphorus  oxychlo- 
ride replacing  the  hydroxyl-groups  with  chlorine  atoms  in  a  normal 
manner. 

At  0°,  and  in  presence  of  hydriodic  acid  and  phosphonium  iodide, 
trichloropurine  changes  into  di-iodopunne: 

C5HN4CI3+4HI  «  C5H2NJ2+3HCI+2L 

Reduction  of  the  aqueous  solution  of  di-iodopurine  with  zinc-dust 
yields  purine ^  a  white  crystalline  substance,  melting  at  216°-217°, 
and  very  readily  soluble  in  water.  It  is  a  weak  base,  since  it  does 
not  turn  red  litmus-blue. 

Xanthine  is  thus  obtamed  from  trichloropurine 
Cl-atom  8  in  this  compound  is  very  stable  towards  alkalis, 
whereas  Cl-atoms  2  and  6  are  displaced  with  comparative  ease: 
when  trichloropurine  is  treated  with  sodium  ethoxide,  Cl-atoms 
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2  and  6  are  exchanged  for  ethoxyl-groups.  On  heating  the  com- 
pound thus  obtained  with  a  solution  of  hydriodic  acid,  the  ethyl- 
groups  are  replaced  by  hydrogen,  Cl-atom  8  being  simultaneously 
exchanged  for  a  H-atom,  with  formation  of  xanthine: 


] 

fj— C-OCzHfi                N— C-OH 

II                              II 

NH— CO 
■  CO     0 -NH 

:m— c— N 

XH"thi»<> 

CaHjO-C     6— NH       ->H0.(!;    (!^-NH       - 

^— C— N                     N— C— N 

2:6-Diethoxy-8-chloropuriQe         Xanthine  (tautomeric  fonn) 

When  2:Mi£thoxyS-chloropurin€  is  heated  with  hydrochloric 
acid,  only  the  ethyl-groups  are  replaced  by  hydrogen,  with  produc- 
tion of  a  compound  of  the  formula 

HN—CO 


COC— J 


the  tautomeric  enolic  form  changing  to  the  ketonic  modification. 
On  methylating  this  substance,  its  three  H-atoms  are  exchanged 
for  methyl-groups,  yielding  chlorocaffeine,  which  can  be  converted 
by  nascent  hydrogen  into  caffeine.  This  process,  therefore,  affords 
a  means  of  preparing  caffeine  from  uric  acid. 

Emil  Fischer  has  discovered  a  very  characteristic  and  simple 
mode  of  effecting  this  methylation — agitating  an  alkaline,  aqueous 
solution  of  uric  acid  with  methyl  iodide,  whereby  the  four  hydro- 
gen atoms  are  replaced  by  methyl-groups,  with  formation  of  a  tetra- 
methyluric  add.  On  treating  this  with  phosphorus  oxychloride 
POCI3,  chlorocaffeine  is  formed : 

3C603N4(CH3)4+POCl3  =  3C502N4(CH3)3Cl+PO(OCH3)3. 

It  can  be  converted  by  nascent  hydrogen  into  caffeine. 

Electro-reduction  of  Purine  Derivatives. 

Tafel  has  stated  that  caffeine,  xanthine,  uric  acid,  and  similar 
compounds  reducible  with  difficulty  by  the  ordinary  methods 
readily  take  up  hydrogen  evolved  by  electrolysis.     For  tiis  pur- 
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pose  the  compounds  are  dissolved  in  sulphuric  acid,  the  strength 
of  which  is  varied  to  suit  the  particular  compound,  and  lies  between 
50  and  75  per  cent.  This  solution  is  contained  in  a  porous  cell,  and 
has  a  lead  cathode  immersed  in  it.  This  cell  is  placed  in  sulphuric 
acid  of  20  to  60  per  cent,  strength,  which  contains  the  anode.  The 
hydrogen  evolved  at  the  cathode  by  the  current  readily  effects  the 
reduction  of  these  compounds. 

Xanthine  and  its  homologues  take  up  four  atoms  of  hydrogen, 
becoming  transformed  into  deoxy-derivatives: 

C8H10O2N4+4H  =  CSH12ON4+H2O. 

Gaffetne  Deoxycaffelne 

The  deoxy-compounds  are  stronger  bases  than  their  parent-sub- 
stances, which  have  very  weakly  basic  properties. 

The  reduction  of  uric  acid  requires  six  hydrogen  atoms,  and 
yiekls  jmrone: 

C6H4O3N4  +6H  =  C5H8O2N4 +H2O. 

Urio  aeid  Purone 

The  oxygen  atom  of  carbon  atom  6  is  replaced  by  hydrogen.  Two 
hydrogen  atoms  are  simultaneously  added  at  the  double  bond  of  the 
uric-acid  molecule: 

iNH— «C0  .    NH— CH2 

2C0     fiC— 7NH>s^^    ->C0     CH— NH>.       . 

8NH— ^C— »NH/^^      NH— CH— NH/^ 

Urio  acid  Purone 


This  structure  is  proved  by  the  fact  that  on  heating  with  baryta- 
water  purone  yields  two  molecules  of  carbon  dioxide:  it  must, 
therefore,  contain  two  unaltered  urea-residues,  which  necessitates 
the  presence  of  carbonyl-groups  2  and  8.  It  can  be  proved  that 
carbonyl-group  6  is  also  the  group  reduced  in  xanthine  and  its 
homologues. 

Purone  is  neither  a  base  nor  an  acid,  and  is  not  attacked  by 
oxidizing  agents.  When  warmed  with  a  10  per  cent,  solution  of 
caustic  soda,  it  is  transformed  into  iaojmrone,  which  has  acidic  prop- 
erties, and  is  readily  oxidized. 
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The  application  of  the  electro-reduction  method  was  at  first 
attended  by  many  difficulties,  yields  varying  between  wide  limits 
being  obtained,  even  when  the  process  was  apparently  carried  out 
in  exactly  the  same  way.  Tafel  has  both  discovered  the  cause  of 
this  anomaly,  and  indicated  a  method  by  which  the  reaction  can  be 
kept  imder  control.  His  investigations  are  of  interest,  and  are 
worth  describing  in  some  detail. 

To  be  able  to  watch  the  course  of  the  reduction-process,  Tafel 
closed  the  porous  cell  with  a  stopper,  through  which  the  cathode  and 
a  delivery-tube  for  the  gas  were  introduced,  care  being  taken  to 
make  the  connections  air-tight.  A  second  apparatus,  exactly  simi- 
lar to  that  used  for  the  reduction,  but  containing  acid  alone,  with- 
out the  purine  derivative,  was  introduced  into  the  same  circuit. 
Periodically,  the  gas  from  both  was  collected  simultaneously  durmg 
one  minute.  The  difference  between  these  volumes  of  gas  is  a 
direct  measure  of  the  course  of  the  reduction  during  that  minute, 
since  it  indicates  the  quantity  of  hydrogen  used  in  the  reduction. 

When  this  quantity  is  represented  graphically,  the  abscissae 
standing  for  the  time  which  has  elapsed  since  the  beginning  of  the 
experiment,  and  the  ordinates  for  the  quantity  of  hydrogen  used 
in  the  reduction,  the  normal  course  of  the  reduction  is  indicated 
by  Fig.  70,  since  the  quantity  of  hydrogen  absorbed  in  the  unit  of 


TIME  IN  MINUTES 

Fig.  70. — Normal  Rbduction- 


a04  U^9X. 


Fig.  71. — Abnormal  Rbduo- 
tion-cdrve. 


time  must  diminish  in  the  same  proportion  as  the  quantity  of  unre- 
duced purine  derivative. 

Tafel  has,  however,  observed  that  the  addition  of  traces  of  a 
platinum  or  copper  salt,  as  well  as  of  certain  other  salts,  very 
quickly  reduces  the  quantity  of  hydrogen  absorbed  to  nearly  zero. 


§258)    ELECTRO-REDUCTION  OF  PURINE  DERIVATIVES,      347 

The  graphic  representation  in  this  case  for  the  addition  of  0*04 
milligrammes  of  platinum  for  each  100  square  centimetres  of  cathode 
surface  is  shoiwi  in  Fig.  71.  This  curve  indicates  that  the  slightest 
contamination  of  the  lead  of  the  cathode  by  certain  other  metals 
is  almost  sufficient  to  stop  the  electro-reduction. 

The  following  considerations  afford  an  insight  into  the  cause  of 
this  phenomenon.  Hydrogen  is  only  evolved  by  the  passage  of  an 
electric  current  through  dilute  sulphuric  acid  when  the  contact- 
difference  of  potential  between  the  electrodes  and  the  solution  ex- 
ceeds a  certain  value.  This  is  a  minimum  when  platinum  elec- 
trodes are  used,  and  very  nearly  coincides  with  the  contact-difference 
of  potential  to  be  expected  on  theoretical  grounds  for  a  reversible 
hydrogen — sulphuric-acid — oxygen-element. 

When  the  cathode  is  made  of  other  metals,  the  contact-difference 
of  potential  is  greater  before  the  evolution  of  hydrogen  begins:  for 
this  a  supertension  (German,  Uberspannung)  is  necessary.  This 
supertension  has  a  very  large  value  for  lead,  but  as  soon  as  the  least 
trace  of  platinum  or  of  certain  other  metals  is  brought  into  con- 
tact with  the  surface  of  the  lead  cathode,  the  supertension  dis- 
appears, and  with  it  the  power  possessed  by  the  evolving  hydrogen 
of  reducing  purine  derivatives. 

The  explanation  is  that  the  contact-difference  of  potential  regu- 
lates the  energy  with  which  the  discharged  ions  can  react,  for  the 
pressure  under  which  ^  discharged. ion  leaves  the  solution  depends 
only  upon  the  contact-difference  of  potential  between  the  electrode 
and  the  liquid  in  which  it  is  immersed.  Nernst  states  that  by 
varying  the  contact-difference  of  potential  it  is  possible  to  obtain 
pressures  from  the  smallest  fraction  of  an  atmosphere  up  to  many 
millions  of  atmospheres.  Hence,  reductions  unattainable  by  other 
methods,  and  without  supertension,  are  possible  at  cathodes  where 
it  exists. 


SECOND  PART, 

TBDB  AROMATIC  COMPOUNDS,  AND  SUBSTANCES 
RELATED  TO  THEM. 


PRODUCTION. 

259.  With  but  few  exceptions,  the  compounds  described  m  the 
first  part  of  this  book  contain  an  open  chain.  Examples  of  these 
exceptions  are  cyclic  compounds  such  as  the  lactones,  the  anhy- 
drides of  dibasic  acids,  and  the  uric-acid  group.  The  closed  chain 
of  such  compounds  is  very  readily  opened,  and  the  close  relationship 
of  their  methods  of  formation  and  properties  with  those  of  the  open- 
chain  derivatives,  makes  it  desirable  to  include  them  in  a  descrip- 
tion of  the  aliphatic  compounds. 

There  exists,  however,  a  large  number  of  substances  containing 
closed  chains  of  great  stability  towards  every  kind  of  chemical 
reagent,  and  with  properties  differing  in  many  important  respects 
from  those  of  the  aliphatic  compounds.  Chief  among  them  is 
benzene,  CeH^,  with  its  derivatives.  The  molecule  of  benzene  con- 
tains a  closed  chain  of  six  carbon  atoms  (263) :  this  substance  and  its 
derivatives  constitute  the  group  of  aromatic  compounds.  Benzene 
can  take  up  six  hydrogen  atoms,  with  formation  of  hexamethylene, 
C6H12,  a  compound  also  containing  a  closed  chain  of  six  carbon 
atoms,  but  approximating  in  properties  to  the  aliphatic  much  more 
than  to  the  aromatic  group.  Compounds  of  the  formula  CnH2n  are 
also  known,  containing  a  closed  chain  of  four  or  five  carbon  atoms: 
they,  too,  have  properties  similar  to  those  of  the  aliphatic  compounds. 

The  closed  chain,  ring,  or  nttdeiLa,  in  benzene  and  its  deriva- 
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lives,  and  in  the  cyclic  hydrocarbons  CnH2ii,  consists  of  the  atoms 
of  a  single  element,  carbon.    Such  compounds  are  called  hamocyclic. 

Closed  chains  containing  atoms  of  two  or  more  elements  are 
also  known:  pyridine,  C^HsN,  and  its  derivatives,  have  a  ring  con- 
taining five  Oatoms  and  one  N-atom;  /umn,  C4H4O,  four  C-atoms 
and  one  Oatom;  pyrrole,  C4H5N,  four  C-atoms  and  one  N-atom; 
ihiophen,  C4H4S,  four  C-atoms  and  one  S-atom;  pyrazole,  C3H4N2, 
three  C-atoms  and  two  N-atoms;  and  numerous  other  examples 
might  be  cited.    Such  substances  are  called  heterocyclic. 

There  exists  another  class  of  compounds  having  condjensed  rings, 
or  two  closed  chains  with  atoms  common  to  each.  A  type  of  these 
substances  is  naphthalene,  CioHg,  containing  two  benzene-nuclei. 
Two  dissimilar  rings  can  also  have  atoms  in  common,  as  in  quinoline, 
C9H7N,  which  contains  a  benzene-nucleus  and  a  pyridine-nucleus. 

Since  numerous  derivatives  of  all  these  compounds  are  known, 
the  scope  of  the  aromatic  division  of  organic  chemistry  is  much 
more  extended  than  that  of  the  aUphatic  division.  The  descrip- 
tion of  the  aromatic  group  is,  however,  greatly  simplified  by  the 
fact  that  in  it  the  properties  of  alcohols,  aldehydes,  acids,  etc., 
already  described  for  the  aliphatic  compounds,  are  again  met  with. 

The  most  important  cyclic  compounds  are  benzene  and  its  de- 
rivatives. They  will  be  described  after  a  brief  consideration  of  the 
compounds  of  the  formula  CnH2n;  containmg  rings  of  three,  four,  or 
five  carbon  atoms. 
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L    TRDCETHTLEHE  DERIVATIVES. 

a6o.  Trimethylene,  CsH^  -  I      yCH2,  is  obtained  by  the  action 

of  sodium  on  trimethyleoe  bromide,  CH2Br*CH3-CH2Br  (154).  It 
is  a  gas,  which  liquefies  at  a  pressure  of  five  to  six  atmospheres.  It 
is  not  identical  with  propylene,  CH3:CH-CH8,  since  with  bromine 
it  forms  an  addition-product  only  very  slowly  under  the  influence  of 
sunlight,  yielding  trimethylene  bromide.  This  reaction  and  its  syn- 
thesis prove  its  constitution. 

U.    TETRAHETHYLENE  DERIVATIVES. 

361.  Tetramethylene  itself  is  not  known,  but  its  derivatives  are 
obtained  when  diethyl  disodiomalonate  reacts  with  trimethylene 
bromide,  the  diethyl  ester  of  a  tetramethylenedicarboxylic  acid  being 
formed: 

CH, 

NaaC(COOCjH,),  -  CH2C(OOOC,H«),+2NaBr. 

CH, 

in.    PENTAMETHYLENE  DERIVATIVES. 

262.  Pentameihylene  derivatives  can  "be  obtained  by  a  similar 
method,  the  action  of  tetramethylene  bromide  on  diethyl  disodio- 
malonate. 

When  calcium  adipate  is  submitted  to  dry  distillation,  a  keto- 
derivative  of  pentameihylene  is  formed : 

CHj-CHj.CO.IO.  CHj.CHjy 

I  >Ca  -  CaCOs+l  >». 

CHs-CH^-ICO  0^  CHj-CH,^ 

Calcium  adipate  Ketopenta- 

methyleiia 

350 


1262]  POLYMETHYLENE  DERIVATIVES,  351 

The  structure  of  this  compound  is  proved  by  its  oxidation  to  giutario 

add: 

CHj.CHjv  CH,.CH,.0OOH 

I  >0  -t  I 

CHj-CH/  CHj.COOH 

Glutarie  aeid 

Pentamethylene  is  obtained  by  the  reduction  of  this  keto-derivative, 
the  carbonyl-group  taking  up  two  H-atoms,  with  formation  of  a 
CHOH-group.  By  treatment  with  hydriodic  acid,  hydroxyl  is  first 
replaced  by  iodine,  and  finally  by  hydrogen: 

CHa-CHav  CHa-CHa. 

I  >C0    —     I  >CHOH    -► 

CHj-CHa^  CHa-CHa^ 

CHa-CHj.  CHa-CHav 

-.     I  >CHI    -^     I  >CHa. 

CHa-CHa'^  CHa'CHa-^ 

Pentamethylene  is  a  colourless  liquid  boiling  at  50°.  The  satu* 
rated  cyclic  hydrocarbons,  CnHan)  have  higher  boiling-points  and 
specific  gravities  than  either  their  unsaturated  isomerides,  or  the 
corresponding  saturated  hydrocarbons,  CnHans-a* 

Cyclopentcuiiene,  C^He,  is  a  hydrocarbon  which  can  be  isolated 
from  the  first  runnings  obtained  in  the  purification  of  crude  benzene. 
It  boils  at  41°,  and  polymerizes  readily  to  dicyclopentadieney  CioHi,, 
CycZopentadiene  forms  an  addition-product  with  four  halogen  atoms. 
Since  its  molecule  contains  six  hydrogen  atoms  less  than  the  corre- 
sponding saturated  hydrocarbon,  C5H12,  the  fact  that  it  takes  up  four 
instead  of  six  univalent  atoms  indicates  that  it  has  cyclic  formula  I. 

CH— CH  CH— CH— CH— CH 

I.    CH    CH    "*    II.    C        CH— CH    Ch' 


-/Ha  CHa  CHa 

C^opentadiene  Dicydopentadiene 


X 


Thible  found  that  the  hydrogen  of  the  CHj-group  in  ci/cfopenta- 
diene  can  be  readily  substituted,  and  attributed  its  reactivity  to  the 
proximity  of  the  two  double  bonds.  Thus,  in  presence  of  alkalis 
this  hydrocarbon  forms  remarkable  condensation-products  with 
ketones: 

CH=CHv          _         .CHs      CH=CHv  .CHj 

I                    )CrHa+0]C<  -   !  /C=C<         +HaO. 

CH CH^   ^CHa      CH=CH^  ^CHs 

Thiele  has  named  the  simplest  member  of  this  group  fulvene 
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Its  formula  is  CeH^  so  that  it  is  isomeric  with  benzene.    Its  consti- 
tution is  represented  by 

CH=CH. 
,   I        •        >C-CH2. 

According  to  the  "tension  theory"  of  von  Baeter  (129),  the 
formation  of  a  trimethylene-ring  and  a  tetramethylene-ring  necessi- 
tates an  alteration  in  the  direction  of  the  affinities,  since  only  in  a 
chain  of  five  carbon  atoms  are  the  affinities  sufficiently  near  to  one 
another  to  form  a  ring  without  change  of  direction  (169).  It  fol- 
lows that  the  pentamethylene-ring  must  be  very  stable,  whereas  the 
tetramethylene-ring,  and  still  more  the  trimethylene-ring,  tend  to 
open,  so  as  to  bring  back  the  bonds  to  their  original  direction. 
These  conclusions  are  supported  by  experiment.  Trimethylene 
forms  an  addition-product  with  bromine  (260),  and  with  other  sub- 
stances, such  as  hydriodic  acid,  whereby  the  ring  is  opened.  The 
reaction  does  not  take  place  so  readily  as  the  addition  of  bromine 
to  substances  containing  a  double  bond,  such  as  propylene,  because 
the  bonds  of  such  compounds  are  more  altered  in  direction,  and  are 
therefore  more  easily  severed,  than  those  of  the  trimethylene-ring. 
Pentamethylene  does  not  yield  an  addition-product  with  bromine, 
and  displays  the  same  stability  towards  nitric  acid  and  sulphuric 
acid  as  a  saturated  hydrocarbon:  it  thus  shows  no  tendency  to 
opening  of  the  ring. 

Analogous  to  the  production  of  ketopentamethylene  by  the  dry 
distillation  of  calcium  adipate  (p.  350)  is  that  of  ketopolymethylene 
derivatives  from  the  calcium  salts  of  the  higher  saturated  dibasic 
fatty  acids:  thus,  calcium  pimelate,  C7Hio04Ca,  yields  ketohexa- 
methylene;  and  calcium  suberate,  C8Hi204Ca,  yields  ketoheptor 
methylene  or  sitberone.  The  yield  of  the  different  homologues 
obtained  also  agrees  with  vox  Baeyer's  theory:  for  the  ring-com- 
pound with  five  C-atoms  it  is  considerable,  and  diminishes  rapidly 
for  its  higher  homologues  with  increase  in  the  number  of  C-atoms, 
a  proof  of  the  instability  of  the  rings  containing  six,  seven,  or  more 
carbon  atoms.  Further  evidence  of  the  lack  of  stability  of  such 
rings  is  afforded  by  the  conversion  of  hexamethylene  compounds 
and  aromatic  derivatives  into  pentamethylene  compounds  by 
hydriodic  acid  at  a  high  temperature. 

Hexamethylene  derivatives  are  described  in  358. 
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cowsrrnjTiow  of  benzene. 

263.  Certain  substances  found  in  the  vegetable  kingdom  are 
characterized  by  the  possession  of  an  agreeable  aroma:  such  are 
oil  0/  Wftcr  almonds,  oil  of  carraway,  oil  of  cumin,  balsam  of  Tolu, 
gumrhenzoinf  vanilla,  etc.  These  vegetable-products  consist  prin- 
cipally of  substances  of  somewhat  similar  character,  which  differ 
from  the  aliphatic  compounds  in  containing  much  less  hydrogen  in 
proportion  to  the  other  elements:  thus,  cymene,  C10H14,  is  obtained 
from  oil  of  carraway;  toluene,  CyHg,  from  balsam  of  Tolu;  and 
benzoic  add,  C7H6O2,  from  gum-benzoin.  The  saturated  aliphatic 
compounds  with  the  same  number  of  C-atoms  have  the  formulae 
C10H22,  C7H16,  and  C7H14O2,  respectively. 

Before  the  nature  of  the  so-called  aromatic  compounds  had  been 
closely  investigated,  and  on  account  of  their  external  similarity,  it 
was  customary  to  regard  them  as  members  of  a  single  group,  just 
as  ordinary  butter  and  "butter  of  antimony,"  SbCla,  were  classed 
together  because  of  their  similarity  in  consistency.  This  method 
of  classification  is  still  adopted  for  compounds  with  analogous 
properties,  but  of  imperfectly  understood  constitution,  such  as  the 
bitter  principles,  some  vegetable  alkaloids,  and  many  vegetable  dyes. 

A  closer  study  of  the  aromatic  compounds  has  shown  that  the 
old  and  somewhat  arbitrary  classification  according  to  external  re- 
semblance is  well  founded,  since  all  these  substances  may  be  looked 
upon  as  derivatives  of  one  hydrocarbon,  benzenCy  CeHe,  just  as  the 
aliphatic  compounds  can  be  regarded  as  derived  from  methane, 
CH4.  Thus,  on  oxidation,  toluene  yields  benzoic  acid,  the  calcium 
salt  of  which  is  converted  into  benzene  by  distillation  with  limp. 
The  dibasic  terephthalic  acid,  C8H6O4,  is  formed  by  the  oxidation  of 
cymene,  and  can  be  similarly  transformed  into  benzene. 

The  discovery  of  this  relation  by  Kekule  brought  into  promi- 
nence the  question  of  the  constitution  of  benzene,  the  basis  of  all 
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the  aromatic  compounds.  Its  formula,  CeHei  contains  eight  hydro- 
gen atoms  less  than  that  of  the  saturated  paraffin  with  six  C-atoms, 
hexane,  GeHu.  Benzene,  like  other  hydrocarbons  poor  in  hydrogen, 
such  as  G6H12  and  GeHio,  might  be  supposed  to  contain  multiple 
carbon  bonds,  but  its  properties  do  not  admit  of  this  assumption. 
Compounds  with  a  multiple  carbon  bond  readily  form  addition- 
products  with  the  halogens,  are  very  sensitive  to  oxidizing  agents, 
and  easily  react  with  von  Baeter'b  reagent  (123) :  benzene  lacks 
these  properties.  It  yields  halogen  addition-products  very  slowly, 
whereas  compounds  with  a  multiple  carbon  bond  form  them  instan- 
taneously. It  must,  therefore,  be  concluded  that  benzene  does  not 
contain  multiple  carbon  bonds,  and  that  the  carbon  atoms  in  its 
molecule  are  linked  together  in  a  special  manner. 

Other  considerations  lead  to  the  same  conclusion.  Von  Baeter 
has  discovered  certain  dibasic  acids,  derivable  from  hexamethylene 
or  cyclohexanef 

CB.2 — CH2 

/     \ 

H2C  CH2, 

CH2 — CH2 

by  exchange  of  hydrogen  for  carboxyl.  Removal  of  two  or  four 
hydrogen  atoms  from  these  hexamethylene  derivatives  yields  com- 
pounds the  behaviour  of  which  indicates  that  they  contain  a  mul- 
tiple carbon  bond.  The  abstraction  of  six  hydrogen  atoms  would 
be  expected  to  produce  a  compound  of  an  even  more  unsaturated 
character,  but  a  benzene  derivatiye  lacking  all  the  properties  con- 
ferred by  a  double  bond  is  formed  instead.  The  elimination  of  the 
third  pair  of  hydrogen  atoms  from  the  hexamethylene  derivative, 
unlike  that  of  the  first  and  second  pair,  occasions  a  sudden  and 
complete  change  in  properties. 

To  understand  the  manner  of  linking  of  the  benzene  carbon 
atoms,  it  is  necessary  to  know  the  relative  distribution  of  its  hydro- 
gen and  carbon  atoms.  Two  facts  suffice  to  determine  this  dis- 
tribution. First,  there  are  no  isomeridea  of  the  monosiibstiltUion' 
products  of  benzene.  Second,  the  disvbstittUion-prodxicts  exist  in  three 
isomeric  forms.  Hence,  there  is  only  one  monobromobenzene, 
CeHsBr;  but  three  dibromobenzenes  are  known,  and  are  distin- 
guished by  the  prefixes  ortho,  meta,  and  para. 
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It  follows  from  the  first  of  these  facts  that  the  six  hydrogen  atam$ 
of  benzene  are  of  equal  value:  that  is,  replacement  of  aoy  one  of 
them  yields  the  same  monosubstitution-product.  Three  formuls, 
m  which  the  six  hydrogen  atoms  are  of  equal  vahie^  are  possible  for 
benz^e: 

L  C4(CH8)2;    n.  C8(CHa)8;    III.  (CH)6» 

It  has  now  to  be  considered  which  of  these  formula  agrees  with  the 
second  fact  stated  over-leaf. 

A  disubstitution-product  of  a  compound  with  formula  I.  can  be 
either 

^  jCHgX    ^,     p  JCHX2 

No  other  isomerides  are  possible,  so  that  this  formula  is  inadmissible 
as  leading  to  two,  instead  of  to  three,  isomerides. 
With  formula  II.  four  isomerides  seem  possible: 

a.       (CHX    6.       (CHX    c.       ( CX2    d-       (GHg 

Ca^CHX         Ca^CHg  C3  ^  CH2         €3^0X2. 

(CHa  (CHX  (CH2  (CHa 

The  hydrogen  atoms  in  benzene  being  equivalent,  the  CHa-groups 
in  the  benzene  molecule  must  be  similarly  linked,  so  that  a=b,  and 
c=d:  in  other  words,  the  number  of  possible  isomerides  is  reduced 
to  two.  Formula  II.  cannot  be  accepted  either,  since  it  also  fails  to 
explain  the  formation  of  three  isomeric  disubstitution-products. 

There  remains  only  formula  III.,  in  which  each  carbon  atom  is  in 
union  with  one  hydrogen  atom.  The  question  of  the  constitution 
of  benzene  therefore  narrows  itself  to  this:  given  a  compound  CgHe, 
in  which  each  carbon  atom  is  linked  to  one  hydrogen  atom,  the 
problem  is  to  find  a  formula  which  accounts  for  the  equivalence 
of  all  the  hydrogen  atoms,  the  formation  of  three  disubstitution- 
.  products,  and  the  absence  of  double  or  multiple  bonds.  It  is  evi- 
dent that  an  open  carbon-chain  formula  cannot  fulfil  the  prescribed 
conditions,  since  the  hydrogen  atoms  attached  to  such  a  chain  con- 
taining terminal  and  intermediate  CH-groups  could  not  be  equi- 
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valeDt.    The  six  hydrogen  atoms  can  only  be  of  equal  value  with  a 
ring  of  six  C-atoms: 


CH 


This  arrangement  of  the  CH-groups  also  fulfils  the  second  condition, 
as  is  evident  from  the  scheme: 


in  which  the  compounds  (^114X2,  1:2=1 :6,  1:3=1 :5,  and  1 :4  are 
isomeric.  The  formation  of  three  isomerides  is,  therefore,  also 
accounted  for. 

In  this  scheme,  each  carbon  atom  is  in  union  with  one  hydrogen 
atom  and  two  other  carbon  atoms,  so  that  three  bonds  of  each  car- 
bon atom  are  accounted  for:  it  only  remains  to  ascertain  themode 
of  linking  of  the  fourth  carbon  bond.  A  hypothetical  view  was 
suggested  by  Armstrong,  and  also  by  von  Baeyer.  They  assume 
that  the  direction  of  the  fourth  bond  of  each  C-atom  is  towards  the 
centre  of  the  benzene-ring,  and  that  each  bond  \s  kept  in  equilibrium 
by  the  others,  their  mutual  attraction  occasioning  the  stability  of 
the  ring.    This  centric  formula  for  benzene  is  given  in  Fig.  72. 

CH 


FiQ.  72. — Centric  Formula  fob  Benzene. 

Such  a  mode  of  linking  is  unknown  in  the  aliphatic  series,  so 
that  it  must  be  the  cause  of  the  properties  peculiar  to  arematic 
compounds,  and  lacked  by  those  of  the  aliphatic  group.     Hence, 
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this  structural  formula  not  only  accounts  for  the  isomerism  of  the 
derivatives  of  benzene,  but  also  explains  the  "aromatic  "  character 
peculiar  to  them. 

Although  in  many  respects  the  centric  formula  expresses  the 
properties  of  the  aromatic  compoimds,  it  is  not  wholly  satisfactory. 
In  this  regard  it  resembles  all  the  other  numerous  benzene-formuls 
which  have  been  suggested.  Fig.  73  represents  the  relative  posi- 
tions in  space  of  the  carbon  atoms  in  the  centric  formula.  It  indi- 
cates that  the  carbon  atoms  are  closely  united,  and  thus  accounts 
for  the  stability  of  the  benzene-ring.  The  near  proximity,  however, 
of  the  meta-hydrogen  atoms  and  the  para-hydrogen  atoms  shows 
that  they,  like  the  or^Ao-hydrogen  atoms,  should  be  replaceable  by 
one  bivalent  element  or  group.  A  more  important  objection  is  that 
according  to  this  formula  benzene  derivatives  with  two  dissimilar 
substituents  should  exist  in  two  configurations,  whereas  no  example 
of  such  isomerism  has  been  observed.  Moreover,  the  analogous 
spacial  formute  for  naphthalene  and  other  condensed  hydrocarbons 
are  very  improbable. 


FiQ.  73. — Spacial  Rep- 
resentation OF  VON 
Baeter's  Benzene- 
formula. 


Fig.    74.  —  Fig.  75. — Spacial  Representa- 

Kekul^'s  tion  of  KekulIs's  Benzfne- 

Benzenb-  formula. 

FORMULA. 


These  objections  do  not  apply  to  Kekul^'s  formula  (Fig.  74), 
which  is  represented  in  space  in  Fig.  75.  For  many  years  it  was 
accepted  as  a  correct  expression  of  the  constitution  of  benzene,  but 
there  are  two  important  reasons  against  it.  First,  it  represents  the 
ortAo-positions,  such  as  1:2  and  1:6,  as  dissimilar,  one  pair  of  car- 
bon atoms  having  between  them  a  single,  and  the  other  pair  a 
double,  bond.    Second,  it  contains  three  double  bonds,  whereas 


358  ORGANIC  CHEMISTRY.  [§  263 

benzene   lacks   all   the  properties  characteristic   of  unsaturated 
compounds. 

To  remove  the  first  of  these  difficulties,  it  has  been  suggested 
that  the  double  bonds  of  the  benzene-nucleus  are  very  readily- 
transposed:  the  second  has  been  met  by  a  special  assumption  re- 
garding the  nature  of  the  double  bond.  Thiele's  formula  for 
benzene  is  given  in  Fig.  76.    He  has  made  a  special  study  of  sub- 


FiQ.  76. — Thiele's  Benzene-formxtla. 

stances  containing  adjoining  double  bonds,  and  has  found  that 
addition  of  two  univalent  atoms  to  such  compounds  often  con- 
verts them  into  others  with  a  double  bond  at  the  centre: 

C==(>-C=C -^  C— C=C--C- 

To  explain  this  phenomenon,  he  assumes  that  the  whole  of  the 
affinity  of  the  double  bond  is  not  satisfied,  but  that  a  part  remains 
free,  and  unites  between  C-atoms  2  and  3,  as  indicated  in  the  scheme 

12    3     4 
C-C— C— C. 

)    Li     i 

The  dotted  lines  denote  partial  valences.  There  is  a  double  bond 
between  C-atoms  2  and  3,  but  it  is  inactive,  since  addition  takes 
place  only  at  1  and  4. 

In  accordance  with  this  conception,  KekulA's  benzene-formula 
has  three  inactive  double  bonds,  but  lacks  free  partial  valences  (Fig. 
76) :  it  therefore  explains  the  difference  between  the  properties  of 
benzene  and  those  of  other  tmsaturated  compoimds. 
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Nomenclature  and  Isomerism  of  the  Benzene  Deriyatiyes. 

264.  The  different  isomeric  disubstitution-products  are  distin- 
guished by  the  prefixes  ortho,  meta,  and  para,  or  the  positions  of 
their  substituents  are  denoted  by  numbers: 


1:2=1:6  substitution-products  are  called  ortAo-compounds. 

1:3=1:5  "  "  i»      >>     ?ne<flH;ompounds. 

1:4  "  "  »>      »>      para-compounds. 

The  number  of  isomeric  substitution-products  is  the  same  for 

two  similar  or  dissimilar  substituents,  but  not  for  three.    When  the 

three  groups  are  similar,  three  isomerides  exist: 

XXX 


^    X' 

X 

^  Adjacent  or  Vicinal  Symmetrical  Unsymmetrioal 

1:2:3  1:3:5  1:3:4 

When  one  of  the  groups  is  dissimilar  to  the  other  two,  different 
vicinal  derivatives  result  by  substitution  at  2  and  at  3  respectively, 
and,  for  the  uns3anmetrical  compound,  substitution  at  3  produces  a 
different  compoimd  from  that  resulting  on  exchange  at  4.  For 
four  similar  groups  the  same  number  (three)  of  isomerides  is  pos- 
sible as  for  two,  since  the  two  remaining  hydrogen  atoms  can  be  in 
the  artho-poQition,  meto-position,  or  para-position  to  one  another. 
The  nimiber  of  isomerides  possible  in  other  cases  can  be  readily 
determined. 

An  alkyl-radical  or  other  group  linked  to  a  benzene-residue,  as 
in  CcHs-CHs  or  C6H5'CH2-CH2-CH3,  is  called  a  side-chain,  the 
benzene-residue  being  called  the  rmcleiis.  Substitution  can  take 
place  both  in  the  nucleus  and  in  the  side-chain*  when  in  the  former, 
it  is  usual  to  refer  to  the  position  of  the  substituent  relative  to  those 
aheady  present,  the  determination  of  which  is  called  the  determina^ 
tion  of  position,  or  orientation,  of  the  substituents.  The  methods  of 
orientation  are  given  in  352  to  356, 


PROPERTIES  CHARACTERISTIC  OF  THE  AROMATIC  COM- 
POUNDS: SYNTHESES  FROM  ALIPHATIC  COMPOUNDS. 

265.  The  saturated  hydrocarbons  of  the  aliphatic  series  are  not 
attacked  by  concentrated  nitric  acid  or  sulphuric  acid,  and  only  to 
a  small  extent  by  oxidizmg  agents:  their  halogen-substituted 
derivatives  react  with  great  ease.  The  aromatic  hydrocarbons 
differ  from  the  aliphatic  hydrocarbons  in  all  these  respects. 

1.  The  aromatic  hydrocarbons  are  readily  attacked  by  concen- 
trated nitric  acid,  with  formation  of  nitre-compounds: 

CeHfi.  IH+HOINO2  =  CcHs-NOa+HaO. 

Nitrobenaene 

These  substaaces  yield  amino-derivatives  on  reduction,  and  are 
consequently  true  nitro-compounds. 

2.  On  treatment  with  concentrated  sulphuric  acid,  the  aromatic 
compounds  yield  sulphonic  acids: 


CeHfi-gTHOj.SOaH  ^QjHs-SOaH+HaO. 

Benienemilphonio  add 

The  sulphur  of  the  SOaH-group  is  linked  to  a  carbon  atom  of  the 
benzene-nucleus,  since  thiophenol,  GeHg^SH,  also  yiekls  benzene- 
sulphonic  acid  on  oxidation: 

G((H5  •  SH  — >  CqHs  •  SO3H. 

3,  The  aromatic  hydrocarbons  with  side-chains  are  oxidized 
without  difficulty  to  acids,  the  whole  side-chain  being  usually  oxi- 
dized to  the  carbon  atom  in  union  with  the  nucleus,  with  formation 
of  carboxyl. 

4.  Chlorobenzene  and  bromobenzene  have  their  halogen  atoms 
so  firmly  attached  to  the  phenyl-group,  CeHs,  that  they  are  ahnost 
incapable  of  taking  part  in  double  decompositions  with  such  com- 
pounds as  metallic  alkoxides,  salts,  and  so  on. 

360 
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266.  Various  syntheses  of  aromatic  from  aliphatic  compounds 
are  known,  some  of  which  proceed  very  smoothly. 

1.  When  the  vapours  of  volatile  aliphatic  compounds  are  passed 
through  a  red-hot  tube,  aromatic  substances  are  among  the  products. 
The  condensation  of  acetylene,  C2H2,  to  benzene  is  a  typical  exam- 
ple.   A  synthesis  of  benzene  from  carbon  monoxide  is  described  in 

315. 

2.  On  treatment  with  sulphuric  acid,  acetone  is  converted  into 
mesUylene,  or  l:3:5-trimethylbenzene  (269): 

dCsHgO — 3H2O  =  i2gRi2> 

Other  ketones  condense  similarly  to  aromatic  hydrocarbons. 

3.  When  liberated  from  its  sodium  compound,  acetoacetalde- 

hyde,    CH3-CO»CH2'Cq,    at   once    changes   to    l:3:5-triacetyl- 

benzene, 

yCOCHsl 
CgHar— COCH3  3  • 
\COCH3  5 

Acetoacetaldehyde  can  be  obtained  from  acetone  and  ethyl  formate 
by  Claisen's  condensation-method  (203). 

The  inverse  reaction,  the  conversion  of  aromatic  compounds  into 
fatty  compounds,  is  also  possible. 

X.  When  benzene-vapour  is  passed  through  a  red-hot  tube, 
acetylene  is  produced.  Since  acetylene  under  the  same  conditions  is 
converted  into  benzene,  it  follows  that  both  reactions  are  incomplete. 

2.  Catechol  (313),  CeH^COH),  (1:2),  is  oxidized  by  nitrous  acid 
to  dihydroxytarianc  acid,  COOH-C(OH)2.C(OH)2-COOH.  The 
diketonic  constitution  of  this  acid  (155)  is  inferred  from  its  ability  to 
combine  with  two  molecules  of  hydrox^damine  or  of  phenylhydrazine: 
like  chloral  hydrate,  (Xls '011(011)2,  it  possesses  nearly  all  the 
properties  characteristic  of  aldehydes  (204).  On  reduction,  dihy- 
droxytartaric  acid  yields  tartaric  acid;  and  on  treatment  with  a 
concentrated  solution  of  sodium  hydrogen  sulphite,  it  loses  two 
molecules  of  carbon  dioxide,  and  forms  the  sulphite  derivative  of 
glyoxal. 
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BENZENE  AND  THE  AROMATIC  HYDROCARBONS  WITH 
SATURATED  SIDE-CHAINS. 


Gas-manufacture  and  its  By-products :  Tar. 

267.  The  aromatic  hydrocarbons  are  employed  in  large  quanti- 
ties in  the  manufacture  of  coal-tar  colours,  and  are  obtained  from 
coal-tar,  a  by-product  in  the  manufacture  of  gas,  A  short  descrip- 
tion of  this  process  will  not  be  out  of  place,  since  it  also  yields  other 
products  of  importance  in  the  organic  chemical  industry. 

Coal  is  gradually  heated  in  iron  retorts  of  Q-shaped  cross- 
section,  and  is  finally  raised  to  a  red  heat:  the  gases  and  vapours 
are  removed  as  completely  as  possible  by  means  of  extracting 
apparatus.  Coke  remains  in  the  retorts,  and  is  employed  as  fuel 
and  in  many  metallurgical  processes,  although  for  the  latter  pur- 
pose the  coke  has  usually  to  be  prepared  by  special  means. 

The  distillate  contains  three  main  products.  1.  Gases  (illumi- 
nating-gas). 2.  An  aqueous  liquid,  containing  anmionia  and  other 
basic  substances,  such  as  pyridine  bases.  3.  Taj.  These  products 
are  separated  from  one  another  as  completely  as  possible  by  a  series 
of  treatments.  The  crude  gas  is  passed  over  iron-ore  and  lime,  to 
remove  the  cyanogen  derivatives  and  sulphur  compounds.  The 
former  purifying  material  is  employed  subsequently  for  the  prepara- 
tion of  potassium  ferrocyanide  (243),  an  important  source  of  the 
cyanogen  compounds. 

Tar  is  a  thick^  black  liquid  with  a  characteristic  odour.  Its 
colour  is  due  to  suspended  particles  of  carbon.  It  is  a  complicated 
mixture  of  neutral,  acidic,  and  basic  substances.  The  first  are 
principally  hydrocarbons,  chiefly  belonging  to  the  aromatic  series. 
About  5-10  per  cent,  of  the  tar  consists  of  naphthalene,  and  1-1 -5 
per  cent,  'of  a  mixture  of  benzene  and  toluene.     Phenol  (276)  is  the 
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principal  acidic  constituent  of  tar.  Basic  substances  are  present 
only  in  smaH  proportion:  the  chief  are  pyridine,  quinoline,  and 
their  homologues. 

In  the  arts,  the  separation  of  the  tar-products  is  effected  partly 
by  chemical  means,  and  partly  by  fractionation.  The  tar  is  first 
distilled,  a  considerable  portion  remaining  in  the  retort  as  a  black, 
somewhat  brittle  mass,  known  as  jyiich.  From  the  distillate,  the 
phenol,  or  carbolic  acid,  is  removed  by  careful  treatment  with 
caustic  alkali,  and  the  basic  substances  by  means  of  acid.  The 
residue  is  distilled,  four  fractions  being  obtained. 

1.  Light  oil,  distillmg  up  to  170*^. 

2.  Carbolic  oil,  between  170°  and  230^ 

3.  Heavy  oil,  or  creosote-oil,  between  230®  and  270®. 

4.  Anthracene-oil,  above  270°. 

The  light  oil  contains  benzene  and  its  homologues,  which  can  be 
separated  by  further  fractionation.  Only  a  limited  nmnber  of  the 
homologues  of  benzene  are  present  in  the  light  oil — principally 
tduene,  or  methylbenzene,  and  xylene,  or  dimethylbenzene. 

Methods  of  Formation. 

268.  1.  Fmio's  synthesis  is  carried  out  by  treating  bromo- 
benzene,  or,  in  general,  a  hydrocarbon  containing  bromine  in  the 
nucleus^-with  an  alkyl  bromide  or  iodide  and  sodium  (31): 


CeHslBr  +  Br 

+|Na    Na 


C2H5  «  C6H6-€2H6+2NaBr. 

Ethylbenien« 


A  series  of  by-products  is  sometimes  obtained,  among  them  being 
dialkyl  and .  diphenyl,  CeHs-CeHs.  The  yield  of  alkylbenzene  is, 
however,  very  good  when  the  higher  normal  primary  alkyl  iodides 
are  employed. 

2.  Friedel  and  Crafts'  synthesis  is  peculiar  to  the  aromatic 
series,  and  depends  upon  a  remarkable  property  of  aluminium 
chloride.  This  substance  is  obtained  by  the  action  of  dry  hydro- 
chloric-acid gas  on  aluminium-foil.  On  bringing  it  into  contact 
with  a  mixture  of  an  aromatic  hydrocarbon  and  an  alkyl  chloride, 
clouds  of  hydrochloric  acid  are  evolved,  and  hydrogen  of  the  nucl§j^ 
is  exchanged  for  tlhie  alkyl-group: 


CeHs-pTcijCHa  =  CeHs-CHs+HCl. 
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In  this  reaction,  the  aluminium  chloride  unites  with  the  hydro* 
carbon,  forming  substances  which  exert  an  influence  similar  to  that 
of  ferments  upon  the  further  course  of  the  reaction  between  the 
aromatic  hydrocarbon  and  the  alkyl  chloride.  When  aluminium 
chloride  is  brought  into  contact  with  benzene  and  ethyl  chloride,  two 
liquid  layers  are  formed.  The  lower  layer  contains  a  compound 
A!2CIe*CeH3 (€2115)8,  which  can  be  obtained  pure  by  distillation  in 
vacuo.  When  this  substance  reacts  with  benzene,  there  results  an 
addition-product,  Al2Cle*C6Hs(C3H5)8-6C6He:  with  an  alkyl  chloride 
this  derivative  forms  a  homologue  of  benzene,  with  evolution  of 
hydrochloric  acid,  proving  that  the  compound  Al2Cle*C6Hs(C2H5)3 
acts  as  a  catalyzer.  Confirmation  of  this  view  is  afforded  by  the  fact 
that  the  velocity  of  the  reaction  is  directly  proportional  to  the 
quantity  of  the  aluminium  addition-product  present.  The  hydro- 
carbon CoH5(C2H5)s  can  be  obtained  from  the  aluminium  compound 
by  the  action  of  reagents,  such  as  water,  which  decompose  the  alumi- 
nium chloride. 

In  the  synthesis  of  Friedbl  and  Crafts  more  than  one  alkyl- 
group  is  generally  introduced,  the  monosubstitution-products  and 
the  higher  substitution-products  being  simultaneously  formed:  the 
mixture  is  separated  by  fractional  distillation. 

This  reaction  constitutes  a  method  both  for  the  building-up  and 
breaking-down  of  a  hydrocarbon.  When  toluene,  CeHs-CHs,  is 
treated  with  aluminium  chloride,  benzene,  CeHe,  and  xylene, 
CflH4(CHs)2,  are  formed.  The  alkyl-groups  of  one  hydrocarbon  are 
exchanged  for  the  hydrogen  of  the  other.  The  reaction  can  also  be 
effected  by  the  action  of  concentrated  sulphuric  acid  upon  aromatic 
hydrocarbons  with  a  number  of  side-chains. 

3.  Like  the  saturated  aliphatic  hydrocarbons,  the  aromatic 
hydrocarbons  are  got  by  the  distillation  of  the  calcium  salts  of  the 
aromatic  acids  with  soda-lime: 


C6H5>[C02ca*4-caO|H  =  CeHc+CaCOs 


4.  Benzene  and  its  homologues  can  be  obtained  by  heating  the 
sulphonic  acids  with  sulphuric  acid  or  hydrochloric  acid,  the  decom- 
position being  facilitated  by  the  introduction  of  superheated  steam: 


C6H3(CH3)2S03H+HOH  =  C6H4(CH3)2 +H2SO4. 


This  method  can  be  employed  in  the  separation  of  the  aromatic 
hydrocarbons  from  the  paraffins.    When  warmed  with  concentrated 

*ca  =  i  Ca. 
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sulphuric  acid,  the  former  are  converted  into  sulphonic  acids,  soluble 
in  water:  the  paraffins  are  unacted  upon  and  are  insoluble  in  water. 
A  mechanical  separation  is  thus  possible. 

This  method  can  also  be  applied  to  the  separation  of  the  aromatic 
hydrocarbons  from  one  another,  since  some  of  them  are  more  readily 
converted  into  sulphonic  acids  than  others. 

5.  By  heating  an  alcohol,  an  aronoatic  hydrocarbon,  and  zinc 
chloride  at  270*^-300*'.  The  zinc  chloride  acts  as  a  dehydrating 
agent: 

CoHfilH+HOI-CsHn  =  CeHs— CftHu +H2O. 


Physical  Properties. 

269.  Benzene  and  the  aromatic  .hydrocarbons  with  saturated 
side-chains  are  colourless,  highly  refractive  substances,  liquid  at 
ordinary  temperatures,  and  possessing  a  characteristic  odour. 
They  are  inuniscible  with  water,  but  mix  in  all  proportions  with 
strong  alcohol.  Some  of  their  physical  properties  are  indicated  in 
the  table. 


Name. 

Benzene 

Toluene 

m-Xylene 

Mesitvlene 

Ethylbenzene 

/sopropylbenzene  (Gumene). 

p-Methylisopropylbenzene  I 

(Gymene)  / 


Formula. 


C.H. 
CjH5-CHj 

CeH,(CH,),  (1:3:6) 

C,H,.CH(CH,), 
P  XT  ^CHa  1 

Wtt4<cH(CH,)2  4 


Boilini^ 
point. 


80-4^ 
110** 


164^ 
136^ 
153^ 

175^ 


Speeifie 
Qrayity. 


0-874  (20^) 
0-869  (16^) 

0-881     (0^) 

0-865  (14^) 
0-883  (0*») 
0-866  (16*») 

0-856  (20^) 


Individual  Members. 

270,  Benzene  was  discovered  by  Faraday,  in  1825,  in  a  liquid 
obtained  from  compressed  coal-gas.    It  melts  at  5-4**. 

The  molecular  weights  of  alcohols,  phenols,  and  aliphatic  acids 
determined  by  the  cryoscopic  method,  with  benzene  as  solvent,  are 
sometimes  twice  as  great  as  the  accepted  values,  whereas  normal 
results  are  obtained  for  other  substances  not  containing  a  hydroxyl- 
group. 

The  formation  of  double  and  multiple  molecules  in  solution  de- 
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pends  in  large  measure  upon  the  nature  of  the  solvent.  In  addition 
to  benzene,  other  hydrocarbons,  acetic  acid,  and  formic  acid  induce 
the  formation  of  complex  molecules.  The  results  obtained  with  such 
solvents  by  the  cryoscopic  method  for  the  determination  of  molecular 
weights  are  unreliable  (89). 

Xylene,  or  dimethylbenzene;  exists  in  three  isomeric  forms: 
rorxylene  is  the  principal  constituent  of  the  xylene  in  tar,  forming 
70-85  per  cent,  of  the  whole. 

The  isomeric  xylenes  are  separable  with  difficulty:  their  boiling- 
points  lie  very  close  together,  that  of  o-xylene  being  142°,  while 
m-xylene  and  p-xylene  boil  at  139°  and  138°  respectively.  This 
makes  their  separation  by  fractional  distillation  impracticable,  but 
it  can  be  effected  by  treating  them  with  sulphuric  acid  at  ordinary 
temperatures:  m-xylene  and  o-xylene  go  into  solution  as  sulphonic 
acids,  while  p-xylene  remains  undissolved.  The  sulphonic  acid  of 
the  Tn^to-compound  and  that  of  the  or^Ao-compound  can  be  separated 
by  fractional  crystallization  of  their  sodium  salts,  the  ortho-^i  crys- 
tallizing first. 

Cymene,  C10H14,  is  closely  related  to  the  terpenes  CioHio,  and 
to  the  camphors  CioHieO,  since  it  can  be  obtained  from  tliem. 
Qymene  is  a  constituent  of  certain  essential  oils,  such  oaoilof  carra' 
way,  oil  of  thyme,  and  aii  of  eucalyptui. 


MONOSUBSTITUTION-PRODUCTS  OF,  THE  AROMATIC 
HYDROCARBONS. 


I.  MONOSULPHONIC  ACIDS. 

271.  The  formation  of  these  compounds  is  described  in  265: 
they  are  produced  by  the  action  of  concentrated  sulphuric  acid  upon 
aromatic  compounds.  In  separating  them  from  the  excess  of 
sulphuric  acid,  advantage  is  taken  of  the  ready  solubility  of  their 
calcium  and  barium  salts  in  water:  the  process  is  similar  to  the 
separation  of  ethyl  hydrogen  sulphate  from  sulphuric  acid  (60). 
They  can  also  be  separated  from  their  concentrated  solutions  con- 
taining sulphuric  acid  by  the  addition  of  common  salt  until  no  more 
will  dissolve,  when  the*  sodium  salt  of  the  sulphonic  acid  precipitates 
in  the  solid  state.  This  salt  is  dissolved  in  water,  the  equivalent 
quantity  of  mineral  acid  added,  and  the  free  sulphonic  acid  isolated 
by  repeated  extraction  with  ether. 

The  sulphonic  acids  are  colourless,  crystalline  substances, 
gelierally  hygroscopic,  and  freely  soluble  in  water.  They  can  be 
reconverted  into  the  aromatic  hydrocarbons  by  treatment  at  a 
high  temperature  with  hydrochloric  acid,  or  with  superheated 
steam  (268,  4). 

Most  of  the  sulphonates  crystallize  well,  and  are  employed  in 
the  purification  of  the  sulphonic  acids.  On  treatment  with 
phosphorus  pentachloride,  the  latter  are  converted  into  chlorides: 

CeHs-SOz-OH -*  CeHs-SOz-Cl. 

The  sulphonic  chlorides  are  very  stable  towards  cold  water,  being 
but  slowly  reconverted  into  sulphonic  acids. 

The  sulphonamides  are  formed  by  the  action  of  ammonium 
carbonate  on  the  chlorides: 

CeHfi.SOsCl  -*  CeHfi-SOg-NHg. 

367 
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They  are  well-crystallized  compounds:  the  determination  of  their 
melting-points  is  often  employed  for  the  identification  of  an 
aromatic  hydrocarbon.  On  account  of  the  strongly  negative 
character  of  the,  group  CeH5S02 — ,  the  hydrogen  atoms  of  the 
NH2-group  are  replaceable  by  metals;  hence  the  sulphonamides 
are  soluble  in  alkalis. 

On  prolonged  reduction,  the  sulphonic  acids  yield  thiophenols, 
such  as  CeHs'SH,  which  can  be  reconverted  by  oxidation  into  the 
sulphonic  acids  (265,  2). 

n.  MONOHALOGEN  COMPOUUDS. 

272.  Benzene  does  not  yield  isomeric  monohalogen  derivatives, 
a  proof  that  its  hydrogen  atoms  are  of  equal  value  (263).  Toluene, 
CeHs'CHa,  yields  0-,  m-,  and  p-halogen  derivatives,  as  well  as  com- 
pounds containing  halogen  in  the  side-chain.  The  hydrogen  atoms 
of  the  side-chain  are  not  equal  in  value  to  those  attached  to  the 
nucleus,  so  that  compounds  with  halogen  in  the  side-chain  should 
be  different  from  those  having  halogen  in  the  nucleus:  experiment 
bears  this  out.  The  chlorine  atom  in  monochlorobenzene  can  only 
be  madie  to  react  with  great  difficulty.  Monochlorobenzene  can  be 
boiled  with  alkali,  with  potassium  hydrogen  sulphide,  with  potas- 
sium cyanide,  or  can  be  heated  with  ammonia,  without  substitution 
of  the  halogen  atom,  which  is  only  effected  by  a  powerful  reagent — 
sodium  methoxide — at  220°.  These  facts  provje  that  the  halogen 
atom  has  different  characteristics  when  in  union  with  the  nucleus 
and  when  a  constituent  of  aliphatic  halogen  derivatives.  Fittic 
synthesis  (268,  1)  is  one  of  the  few  examples  of  its  entering  i] 
reaction. 


icleus 
mqS| 


Magnesium  reacts  similarly  with  ethereal  solutions  6(  bromo- 
benzene  and  alkyl  halides  (82).  With  the  former  a  compound 
CflHa'Mg-Br  is  obtained  in  solution:  it  can  be  employed  in  the  syn- 
thesis of  tertiary  alcohols  containing  the  group  CpHs,  as  described 
in  III. 

The  behaviour  of  benzyl  chloride^  C7H7CI,  obtained  by  the  action 
of  chlorine  upon  boiling  toluene,  is  in  marked  contrast  to  that  of 
monochlorobenzene.  It  reacts  as  readily  with  the  alkalis,  ammonia, 
potassium  cyanide,  and  silver  salts,  as  do  the  aliphatic  halogen 
derivatives:   its  hajogen- atom  is  not  attached  to  the  nucleus,  but 
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IB  in  the  side-chain.  Its  formula  is  C6H5*CH2C1,  since,  on  oxida- 
tion, it  yields  benzoic  acid,  CeH5-C00H,  containing  no  chlorine. 
The  formula  C6H5«CH2C1  explains  the  similarity  in  character  of  its 
halogen  atom  to  that  in  an  aliphatic  halide,  for  it  indicates  that 
benzyl  chloride  may  be  looked  upon  as  methyl  chloride  with  one 
hydrogen  atom  replaced  by  a  phenyl-group. 

There  is  also  a  difference  in  the  external  properties  of  these 
two  classes  of  halogen  derivatives:  the  compounds  with  halogen 
attached  to  the  nucleus  have  a  faint,  agreeable  odour,  while  those 
with  halogen  in  the  side-chain  have  usually  a  very  pungent  odour. 

The  marked  difference  between  isomerides  obtained  by  substitu- 
tion respectively  in  the  nucleus  and  in  theiside-chain,  just  described 
for  the  halogen  substitution-products,  is  also  characteris'tic  of  other 
derivatives  of  the  aromatic  hydrocarbons.  The  first  have  a  special 
character,  and  the  second  a  general  resemblance  to  the  aliphatic 
compounds. 

Methods  of  Formation. 

273.  Chlorine  and  bromine  can  be  introduced  directly  into  the 
aromatic  hydrocarbons.  Substitution  by  iodine  is  only  effected  in 
presence  of  an  ox^iring  agent,  such  as  iodic  acid,  to  remove  the 
bydriodic  acid  "formed:  its  introduction  is  more  usually  accom- 
plished by  an  indirect  method.  The  experimental  conditions  deter- 
mine whether  the  substituent  enters  the  nucleus  or  the  side-chain. 

1.  Temperature. — At  low  temperatures,  halogens  substitute  in 
the  nucleus,  and  at  high  temperatures,  in  the  side-chain:  thus,  on 
treatment  with  chlorine,  cold  toluene  yields  o-chlarotoluene  and 
p^hlorotoluene;  when,  however,  chlorine  or  bromine  is  brought  into 
contact  with  boiling  toluene  (110°),  benzyl  chloride^  C6H5.CH2C1,  or 
benzyl  bromide,  CeH5'CH2Br,  is  almost  exclusively  formed. 

2.  Halogen-carriers. — ^The  presence  of  halogen-carriers,  such  as 
aluminium  chloride  or  ferric  chloride,  results  in  the  introduction 
of  chlorine  into  the  nucleus,  even  at  elevated  temperatures. 

3.  Sunlight. — At  ordinary  temperatures,  and  even  at  0°,  chlorine 
or  bromine  substitutes  exclusively  in  the  side-chain,  if  the  reaction- 
mixture  be  exposed  to  direct  sunlight:  thus,  in  the  absence  of 
light,  ethylbenzene  is  not  attacked  by  bromine  at  low  temperatures, 
but  in  direct  sunlight  is  rapidly  converted  into  CeHs-CHBr-CHa. 
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Indiyidiial  Members. 

Monochlordbenzene  is  a  colourless  liquid:  it  boils  without  decom- 
position at  132°,  and  has  a  specific  gravity  of  1  •  106  at  20®.  Mono- 
bramobenzene,  B.P.  157®,  sp.  gr.  1.491  at  20®.  Manoiodobenzene^ 
B.P.  188®,  sp.  gr.  1.861  at  0®. 

Benzyl  chloride  is  a  colourless  liquid  of  stupefying  odour,  inten- 
sified by  warming:  it  boils  at  178®,  and  has  a  si>ecific  gravity  of 
1 .113  at  15®.  Benzyl  iodide  is  prepared  by  heating  benzyl  chloride 
with  potassium  iodide:  it  melts  at  24®,  and  decomposes  when 
boiled.  It  has  a  powerful  and  unbearably  irritating  odour,  pro- 
ductive of  ^ars. 

lodobenzene,  and  other  iodine  compounds  substituted  in  the 
nucleus,  can  add  on  two  atoms  of  chlorine,  with  formation  of  sub- 
stances such  as  phenyliodide  chloride  or  iodobemene  dichloride, 
G6H5.IC12.  When  digested  with  alkalis,  these  derivatives  give 
iodoso-compoundSf  such  as  iodosohemenej  CeH^.IO,  which  are  amor- 
phous, yellowish  solids.  When  heated,  or  oxidized  with  bleaching- 
powder,  these  compounds  yield  iodoxy-compounds  (German,  lodover^ 
bindungen), 

2C8H5-IO  -  CcHs-I+CeHs-IOj. 
lodoxybenaene 

lodoxybemene  is  crystalline,  and  explodes  when  heated. 

The  constitution  of  these  compounds  is  inferred  from  their  ready 
conversion  into  iodobenzene,  effected  for  iodosobenzene  by  means 
of  potassium  iodide,  and  for  iodoxybenzene  by  hydrogen  dioxide, 
with  evolution  of  oxygen.  These  substances  would  not  be  so  readily 
converted  into  iodobenzene  if  the  oxygen  were  attached  to  the 
benzene-nucleus. 

lU.  MONOHYDRIC  PHENOLS  AND  AROMATIC  ALCOHOLS. 

274.  The  hydroxyl-compounds  of  the  aromatic  hydrocarbons 
display  the  same  characteristic  difference,  caused  by  the  attachment 
of  the  substituent  to  the  nucleus  or  to  the  side-chain,  as  the  halogen 
derivatives  (272).  The  OH-group  in  phenol ^  CoHs-OH,  is  linked 
to  the  nucleus,  and  possesses  a  character  unknown  in  the  fatty 
series.  A  compound  such  as  benzyl  alcohol,  C6H6.CH20H,  the  con- 
stitution of  which  follows  from  its  oxidation  to  benzoic  acid. 
CeHs'COOH,  displays  most  of  the  properties  characteristic  of  the 
aliphatic  alcohols. 
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A.      PHENOLS. 

Phenol  and  some  of  its  homologues,  such  as  cresol  and  others^ 
are  found  in  coal-tar*  During  its  fractional  distillation  they  aie 
accumulated  in  the  carbolic  oil  and  creosote-oil  (267).  They  are 
isolated  by  agitating  these  fractions  with  caustic  alkali,  which  dis- 
solves the  phenols,  leaving  the  hydrocarbons.  They  are  liberated 
from  the  solution  with  sulphuric  acid,  and  are  then  separated  by 
fractional  distillation.  By  far  the  larger  prop)ortion  of  the  phenol 
of  commerce  is  obtained  from  this  source. 

Phenol  and  its  homologues  can  also  be  obtained  by  other 
methods. 

1.  By  fusion  of  the  salt  of  a  sulphonic  acid  with  alkali: 

CoHfi-SOsK  +2K0H  =  CeHg-OK  -f  K2SO3  -f  HgO. 

2.  By  the  action  of  nitrous  acid  on  aromatic  amines,  a  method 
analogous  to  the  preparation  of  alcohols  of  the  aliphatic  series 
from  amines  (72).  But  whereas  on  treating  an  aliphatic  amine  with 
nitrous  acid  the  alcohol  is  produced  directly,  in  this  reaction  very 
important  intermediate  products,  the  diazonium  compounds  (302), 
can  be  isolated. 

3.  By  the  action  of  oxygen  upon  benzene  in  presence  of 
aliuninium  chloride^,  phenol  is  formed. 

Properties  of  the  Phenols. 

275.  The  phenols  are  in  some  respects  comparable  with  the 
tertiary  alcohols,  since  in  both  the  hydroxyl  is  linked  to  a  carbon 
atom  in  direct  union  with  three  others,  although  in  the  phenols  one 
of  these  bonds  is  of  a  special  kind.  Like  the  tertiary  alcohols, 
therefore,  they  cannot  be  oxidized  to  aldehydes,  ketones,  or  acids 
containing  the  same  number  of  C-atoms.  The  phenols  exhibit 
many  of  the  characteristics  of  the  aliphatic  alcohols:  they  form 
ethers  by  the  interaction  of  alkyl  halides  and  their  alkali-metal 
salts;  they  produce  esters,  forming,  for  example,  acetates  with 
acetyl  chloride.  Phosphorus  pentachloride  causes  the  exchange  of 
CI  for  their  OH,  although  not  so  readily  as  in  the  aliphatic  series. 
But  in  addition  to  these  properties,  the  phenols  possess  special 
characteristics  due  to  their  much  stronger  acidic  character.  When 
describing  the  separation  of  phenols  from  carbolic  oil  (267),  it  waa 
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mentioned  that  they  dissolve  in  caustic  alkalis:  phenaxides,  such  aa 
CeHfi'ONa,  are  formed.  The  alcohols  of  the  aliphatic  series  do  not 
possess  this  property  in  the  same  degree.  If  they  are  insoluble  in 
water,  they  do  not  dissolve  in  caustic  alkalis,  and  are  only  con- 
verted into  metallic  alkoxides  by  the  action  of  the  alkali-metals. 
This  increase  in  acidic  character  can  only  be  occasioned  by  the 
presence  of  the  phenyl-group;  in  other  words,  the  phenyl-group  has 
a  more  negative  character  than  an  aUcyl-^oup,  Otherwise,  the 
phenols  behave  as  weak  acids:  their  aqueous  solutions  are  bad 
conductors  of  electricity,  and  the  phenoxides  are  decomposed  by 
carbonic  acid. 

It  is  thus  evident  that  the  properties  of  the  hydroxyl-group  are 
considerably  modified  by  union  with  the  phenyl-group.  Inversely, 
the  influence  of  the  hydroxyl-group  on  the  benzene-nucleus  is 
equally  marked:  it  makes  the  remaining  hydrogen  atoms  much 
more  readily  substituted.  Benzene  is  only  slowly  attacked  by 
bromine  at  ordinary  temperatures,  but  the  addition  of  bromine- 
water  to  an  aqueous  solution  of  phenol  at  once  precipitates  tribromo' 
phenol — a  reaction  employed  in  its  quantitative  estimation.  The 
conversion  of  benzene  into  nitrobenzene  necessitates  the  use  of  con- 
centrated nitric  acid,  but  phenol  yields  nitrophenol  on  treatment 
with  the  dilute  acid.  Phenols  are  also  much  more  readily  oxidized 
than  the  aromatic  hydrocarbons. 

On  distillation  with  zinc-dust,  the  phenols  are  reduced  to  the 
corresponding  hydrocarbons.  They  can  be  detected  by  the  forma- 
tion of  a  violet  colouration  when  ferric  chloride  is  added  to  their 
aqueous  solutions. 

Individual  Members. 

276.  Phenol,  or  carbolic  acidf  is  a  colourless  substance,  crystal- 
lizing in  long  needles.  It  melts  at  39-6*^,  and  boils  without  decom- 
position at  181°.  It  has  a  characteristic  odour,  and  strong  antiseptic 
properties.  It  was  formerly  largely  employed  in  surgery,  but  to 
a  great  extent  its  place  has  been  taken  by  mercuric  chloride.  Phenol 
is  soluble  in  water,  1  part  dissolving  in  15  at  16°:  it  can  also  dis- 
solve water.  On  account  of  the  small  molecular  weight  of  water, 
and  the  high  molecular  depression  of  phenol  (75),  a  small  percentage 
of  water  renders  phenol  liquid  at  ordinary  temperatures  (14).  It 
follows  from  the  equation  AM=7b,  in  which  Af  is  the  molecular 
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weight  of  water  (18),  that  A,  the  lowering  of  the  freezing-p)oint 
occasioned  by  the  presence  of  1  per  cent,  of  water,  is  about  4  •2^. 

The  hydroxy  toluenes,  CH3 -06114 -OH,  are  called  creaoU:  they 
are  present  in  coal-tar,  but  are  usually  prepared  from  the  corre- 
sponding amino-compounds  or  sulphonic  acids.  On  oxidation,  they 
are  completely  decomposed,  but  when  the  hydrogen  of  the  hydroxy  1- 
group  is  replaced  by  alkyl  or  acetyl,  they  can,  like  toluene  itself, 
be  oxidized  to  the  corresponding  acids.  The  cresols  resemble 
phenol  in  their  behaviour  towards  bromine  -  water.      p-Cresol, 

CHs<^     /OH,  is  a  decomposition-product  of  albumin. 

Thymol  is  also  used  as  an  antiseptic.    It  is  hydroxycymene, 

yCHg  1 

\CH(CH3)2  4 

Acid  sulphuric  esters  of  phenol  are  present  in  urine:  they  result 
from  the  fermentation  (putrefaction)  of  proteids,  since  the  propor-  " 
tion  present  depends  upon  the  extent  of  this  process. 


B.      AROMATIC  ALCOHOLS. 

277.  Benzyl  alcohol,  CeHs -0112011,  is  the  tjT^ical  aromatic 
alcohol:  it  possesses  nearly  all  the  properties  of  an  aliphatic 
alcohol.  It  can  be  obtained  by  treatment  of  benzyl  chloride 
with  potassium  acetate,  and  saponification  of  the  ester  of  acetic 
acid  thus  formed.  It  reacts  readily  with  phosphorus  pentachloride, 
yielding  benzyl  chloride,  and  forms  esters,  ethers,  etc.:  being  a 
primary  alcohol,  it  can  be  oxidized  to  the  corresponding  aldehyde, 
benzaldehyde  (299),  and  also  to  benzoic  acid  (296).  It  differs  from 
the  aliphatic  alcohols  in  its  behaviour  towards  sulphuric  acid,  which 
causes  resinification,  instead  of  the  formation  of  the  corresponding 
sulphuric  ester.  Benzyl  alcohol  possesses  no  phenolic  properties:  it 
is  insoluble  in  alkalis,  and  does  not  yield  the  characteristic  pjienol 
colouration  with  ferric  chloride. 

Benzyl  alcohol  is  a  liquid  which  dissolves  with  difficulty  in  water: 
it  boils  at  206**,  and  possesses  only  a  faint  odour. 
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IV.    SULPHUR  DERIVATIVES. 

Thiophenol,  CeHj-SH,  boils  at  172-5*'.  It  can  be  obtained  by 
heating  phenol  with  phosphorus  pentasulphide,  PjSj,  or  by  reduction 
of  the  chloride  of  benzenesulphonic  acid.  It  has  all  the  properties 
of  the  mercaptans,  particularly  the  power  of  forming  salts.  Like 
most  volatile  sulphur  compounds,  it  has  a  disagreeable  odour. 

Sulphur  compounds  similar  to  those  described  in  the  aliphatic 
series  (67  and  68)  are  also  known  in  the  aromatic  series;  such  are 
thioethers,  sulphones,  and  sulphinic  acids. 

V.     ETHERS. 

278.  A  distinction  is  drawn  between  the  aromatic-aliphatic 
ethers,  such  as  anisole,  CeHs-O-CHa,  and  the  true  aromatic  ethers^ 
like  phenyl  ether,  CeHs-O-CeHs.  Compounds  of  the  first  class  are 
formed  by  the  interaction  of  alkyl  halides  and  phenoxides  (275): 


CeHs^O-lNaTllCgHg  -  CeHs-O-CzHs+Nal. 


The  true  aromatic  ethers  cannot  be  prepared  by  this  method^ 
since  the  halogen  atom  attached  to  the  nucleus  is  exchanged  only 
with  difficulty  (272).  Phenyl  ether  is  obtained  by  heating  phenol 
with  a  dehydrating  agent,  such  as  chloride  of  zinc  or  of  aluminium: 


CeHfi-jOHTHjO.CeHfi  =  CeHs-O-CeHfi+HaO. 


The  mixed  aromatic-aliphatic  ethers  are  stable  compounds,  and 
resemble  the  true  aliphatic  ethers  closely  in  behaviour.  Many  of 
their  reactions  are  similar  to  those  of  the  aromatic  hydrocarbons 
themselves.  When  heated  to  a  high  temperature  with  a  hydrogen 
halide,  they  yield  a  phenol  and  an  alkyl  halide  (64) : 

C6H5.O.CH3+HI  =  CeHs-OH+CHs.I. 

Anisole 

The  true  aromatic  ethers,  such  as  phenyl  ether,  are  not  decomposed 
by  hydriodic  acid,  even  at  250°. 

Anisole,  C^jHs-O-CHs,  is  a  liquid,  and  boils  at  155®.  Phenetole, 
CfiHs  •  0  •  C2H5,  is  also  a  liquid ,  and  boils  at  172**.  Each  has  a  charac- 
teristic odour. 


-§§279,280]  MONONITRO'DERIVATIVES.  375 


VI.    MONONITRO-DERXVATIVES. 

27g.  A  point  of  characteristic  difference  between  the  aromatic 
find  aliphatic  compounds  is  that  the  former  are  very  readily  con- 
.verted  into  nitro-derivatives  by  the  action  of  concentrated  nitric 
acid  (265,  1).  This  is  the  only  method  employed  in  practice  for 
the  preparation  of  aromatic  nitro-compounds.  The  substance  is 
treated  with  a  mixture  of  nitric  acid  and  sulphuric  acid: 


CeHfi.HTHg.NOz  =  CeHg-NOg+HgO. 


If  the  sulphuric  acid  were  not  present,  the  water  formed  in  the 
nitration  would  dilute  the  nitric  acid  ancl  retard  the  action.  In- 
<;rease  in  the  number  of  alkyl-groups  attached  to  the  benzene- 
nucleus  is  often  accompanied  by  a  corresponding  increase  in  the 
ease  with  which  nitration  is  effected. 

Properties. 

280.  The  mononitro-compounds  are  very  stable,  and  can  be 
distilled  without  decomposition:  their  nitro-groups  are  very  firmly 
attached  to  the  nucleus.  Unlike  the  primary  and  secondary  nitro- 
compounds of  the  aliphatic  series,  the  aromatic  nitro-derivatives 
do  not  contain  hydrogen  replaceable  by  metals,  since  their  nitro- 
group  is  linked  to  a  tertiary  carbon  atom:  such  an  exchange  is 
therefore  impossible  (76).  On  reduction,  the  nitro-compounds ' 
3rield  amines,  and  the  reaction  can  be  modified  so  as  to  isolate  various 
intermediate  products  (289). 

Most  of  the  nitro-compounds  have  a  pale-yellow  colour  and  an 
agreeable  odour:  they  are  usually  liquids  heavier  than  water,  in 
which  they  are  insoluble.    They  are  volatile  with  steam. 

Individual  Members. 

Nitrcbeneene  is  manufactured  m  large  quantities  in  the  aniline- 
dye  industry.  Caat-iron  vessels  fitted  with  a  stirring  apparatus, 
and  kept  cool  by  water,  are  employed.  They  are  charged  with 
benzene,  and  into  this  a  mixture  of  nitric  acid  and  sulphuric  acid  is 
allowed  to  flow.  At  the  end  of  the  reaction,  the  nitrobenzene  floating 
on  the  surface  of  the  sulphuric  acid,  which  contains  only  small  quan- 
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tities  of  nitric  acid,  is  washed  with  water,  and  purified  by  distilla* 
tion  with  steam. 

Nitrobenzene  is  a  yellowish  liquid :  it  has  an  odour  resembling 
that  of  bitter  almonds,  and  for  this  reason  is  employed  in  perfimiery. 
Its  boiling-point  is  208°,  its  melting-point  5*5®,  and  its  specific  grav- 
ity 1  •  1987  at  25°.  Its  preparation  on  the  large  scale  is  carried  out 
in  order  to  obtain  aniline  by  its  reduction  (283  and  292). 

Nitrotoluenea. — When  toluene  is  nitrated,  the  chief  products  are 

the  ortAo-compound  and  para-compound:    the  ineto-compound  is 

only  formed  in  traces.    The  relative  proportion  of  the  two  isomer- 

ides  produced   depends   up>on  the  method  of  nitration.    Para- 

CH    1 
nitrotoluene,Cffl4<'HjQ  Af  ^  solid,  melting  at  51°,  and  can  be 

obtained  pure  by  cooling  the  liquid  mixture  of  the  isomerides. 
The  para-compound  can  be  removed  from  the  liquid  residue  by 
fractional  distillation,  only  a  small  percentage  of  it  remaining  in 
the  principal  fraction:  pure  o-niirotoluene  can  then  be  isolated 
from  it  by  artificial  cooling. 

Phenylnitromethane  and  the  Pseudo-acids. 

281.  Phenylnitromethane,  CeHs -0112X02,  is  an  aromatic  com- 
poimd  with  a  nitro-group  in  the  side^hain,  as  is  evident  from  its 
formatioQ  by  the  action  of  benzyl  chloride  or  iodide  on  silver  nitrite: 


Cf^Hs^CH^ICl+AglNOa  -^  CeH^-CHjNOa+AgCl. 

It  can  be  reduced  to  benzylamine,  which  proves  it  to  be  a  true  nitro- 
compound, Phenylnitromethane,  and  its  derivatives  with  substitu- 
ents  attached  to  the  nucleus,  exist  in  two  modifications  which  are 
readily  transformed  into  each  other.  Phenylnitromethane  is  a 
liquid:  its  aqueous  solution  does  not  react  with  ferric  chloride. 
After  it  has  been  converted  into  its  sodium  derivative  by  the  action 
of  sodium  alkoxide,  addition  of  excess  of  a  strong  mineral  acid  causes 
the  separation  of  a  crystalline  substance  of  the  same  composition  as 
phenylnitromethane:  the  aqueous  solution  of  this  compound  gives  a 
colouration  with  ferric  chloride.  On  standing  for  some  hours,  these 
crystals  are  completely  reconverted  into  the  ordinary  liquid  phenyl- 
nitromethane. It  is  very  probable  that  the  sodium  compound  and 
the  unstable  modification  corresponding  to  it  have  the  constitutions 

C8H5-CH:NO-ONa,    and    C8H«-CH:N0-0H. 


§281]  PSEUDO-ACIDS.  377 

The  presence  of  a  hydroxyl-group  is  proved  by  the  formatioa  of 
dibetuhydroMimic  add  on  treatment  with  bensoyl  chloride: 

C;H,'CH:N<:         +aOC'CH,-»C|,Hs.CH:NC  -» 

^oNa  \).oc«c;h, 

Sodiophenyli0o- 
nitrometbaDe 

-»  CeHfi-CO— N— 0-OC-QH*. 
H 

Dibenahydroxamio  add 

'Another  proof  of  the  presence  of  a  hydroxyl-group  is  that  isonitro- 
oompounds,  unlike  ordinary  nitro-compounds,  react  vigorously  with 
phenyl  Mocyanate  (288)  at  low  temperatures. 

From  these  facts  it  may  be  inferred  that  when  phenylnitro- 
methane,  C^Hs^CHjNOj,  is  converted  into  a  salt,  it  first  changes  to 
an  isomeric  modification.  Inversely,  when  it  is  liberated  from  its 
80(Uum  compound,  the  i^o-modification  is  first  produced,  and  slowly 
changes  to  the  ordinary  form. 

The  dilute  aqueous  solution  of  m-nUrophenylnitramelhane  affords 
a  striking  example  of  this  phenomenon.  This  compound  is  colour- 
less, but  its  sodium  salt  has  a  deep-yellow  colour.  On  the  addition 
of  an  equivalent  quantity  of  hydrochloric  acid  to  its  deeply*-tinted 
solution,  the  yellow  colour  disappears  somewhat  slowly,  indicating 
the  conversion  of  the  tso-compound  into  its  normal  isomeride. 

The  discharge  of  the  colour  is  attended  by  another  phenomenon : 
the  electric  conductivity  of  the  liquid  is  considerably  greater  imme- 
diately after  the  addition  of  the  hydrochloric  acid  t^an  it  is  several 
minutes  later,  when  the  colour  has  nearly  vanished.  The  explana- 
tion of  this  is  that  the  iso-iorm  is  a  true  acid,  and  is  therefore  a 
conductor  in  aqueous  solution,  while  the  solution  of  the  normal 
modification  is  a  uon-conductor,  and  therefore  possesses  no  acidic 
character. 

Compounds  which  change  to  an  aci-modification  on  formation  of 
metallic  derivatives  are  called  pseudo-acuis.  In  addition  to  phenyl- 
nitromethane  and  its  ring-substituted  derivatives,  other  pseudo-acids 
are  known,  most  of  which  were  detected  by  Hantzsch. 

Besides  the  properties  indicated  above,  the  psevdo-ACida  possess 
others  by  which  they  may  be  detected.  It  has  just  been  stated  that 
the  addition  of  a  strong  acid  to  a  pseiulo-axAd  salt  liberates  the 
ps^udo-ACid,  which  is  slowly  converted  into  the  normal  modifications 
Inversely,  l^e  addition  of  an  equivalent  quantity  of  caustic  alkali  to 
the  normal  modification  results  in  its  gradual  neutralization.  This 
''slow  neutralization"  is  a  characteristic  of  the  pseud(>-acids. 
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Another  of  the.  characteristics  by  which  they  may  be  recognized 
is  illustrated  by  dinitroethane,  which,  after  being  liberated  from  ita 
sodium  salt  in  accordance  with  the  equation 

>'0,  NO, 

CH,-C<  +Ha  -  CH,-CC  +NaCI, 

^NO-OXa  ^NO-OH 

oct-Dinitroethane 

is  SO  rapidly  converted  into  the  normal  compound,  CH3'CH<x.q^ 

that  a  change  in  the  electric  conductivity  of  the  solution  can  scarcely 
be  observed,  even  at  0°.  The  neutral  reaction  of  the  alkali-metal 
<lerivatives  of  the  non-coYiducting  or  weakly-conducting  hydrogen 
compound  nevertheless  indicates  the  existence  of  a  pseudo-acid.  An 
^d  which  is  so  weak  that  its  solution  is  a  bad  conductor  of  elec- 
tricity yields  alkali-metal  salts  which  undergo  strong  hydrolytic 
dissociation,  and  therefore  have  a  strongly  alkaline  reaction 
("Inorganic  Chemistry,"  66).  Such  a  substance  as  sodiodinitroe- 
thane  forms  a  non-alkaline  solution,  and  must  therefore  be  derived 
from  an  acid  other  than  diuitroethane;  since  this  substance  has  a 
neutral  reaction  and  is  a  non-conductor  in  aqueous  solution. 

Among  the  other  methods  of  detecting  psevdo-sudds  is  the  non- 
formation  of  an  addition-product  with  ammonia.  A  true  acid,  when 
dissolved  in  benzene  or  another  hydrocarbon,  combines  instantane- 
ously with  dry  ammonia  to  form  an  insoluble  ammonium  salt.  A 
p8evdo-eLcid,  on  the  contrary,  either  does  not  add  on  NHj,  or  only 
slowly,  being  in  the  latter  case  first'  converted  into  a  true  acid. 

VII.     MONOAMINO-COMPOUNDS. 

282.  The  amino-compounds  of  the  aromatic  series,  with  the 
NH2-group  attached  to  the  ring,  are  almost  exclusively  obtained  by 
reduction  of  the  corresponding  nitro-compounds.  This  is  effected 
by  the  action  of  tin  and  hydrochloric  acid,  iron-filings  and  acetic 
acid  or  hydrochloric  acid,  or  by  other  reagents.  On  the  manufac- 
turing scale  it  is  usual  to  employ  iron-filings  and  hydrochloric  acid. 

Amines  can  be  obtained  from  phenols  by  heating  them  at  300® 
with  ammonium  zinc  chloride. 

The  aromatic  amines  are  colourless  liquids  of  high  boiling-point, 
or  solids,  and  have  a  characteristic  odour.  With  water,  the  aliphatic 
aminec>  form  stronger  bases  than  ammonia,  but  the  aqueous 
solutions  of  the  aromatic  amines  possess  only  weakly  basic  proper- 
ties: thus,  they  do  not  turn  red  litmus  blue,  and  scarcely  conduct 
an  electric  current.    The  aromatic  amines  yieW  salts,  however, 
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although  these  have  an  acid  reaction  in  solution,  on  account  of 
partial  hydrolysis.  The  negative  character  of  the  phenyl-group, 
already  alluded  to  in  connection  with  phenol  (275),  considerably 
modifies  the  nature  of  the  amino-group:  the  difference  in  the 
behaviour  of  diphenylamine  and  of  triphenylamine  in  particular 
betrays  this  influence.  With  strong  acids  the  former  can  yield  salts, 
which,  however,  are  completely  hydrolyzed  by  the  addition  of  a 
considerable  quantity  of  water;  the  second  does  not  unite  with  acids. 

Substitution  of  the  amino-group  for  hydrogen  produces  the  same 
effect  upon  the  benzene-nucleus  as  substitution  of  the  hydroxyl- 
group  for  hydrogen,  making  the  rest  of  the  hydrogen  atoms  of 
the  nucleus  much  more  easily  replaced:  thus,  aniline  is  readily 
converted  by  bromine-water  into  tribromoaniline.  Moreover,  the 
amines  are  much  more  readily  oxidized  than  the  hydrocarbons. 

By  means  of  an  alkyl  halide,  the  hydrogen  atoms  in  the  amino- 
group  of  the  primary  aromatic  amines,  like  those  in  the  amino- 
group  of  the  primary  aliphatic  amines,  can  be  replaced  by  an  alkyl- 
group: 

CoHfi.NHg+CHal  =  C6H5-NH(CH3)-HI. 

Secondary  and  tertiary  bases  and  also  quaternary  ammonium 
bases/ such  as  C6H5-ON(CH3)3'OH,  are  known.  The  last  are  as 
strongly  basic  as  the  corresponding  true  alirhfltic  compounds. 

The  anUides  are  derivatives  of  aniline,  C6H6'NH2,  and  its  homo- 
logues:  they  are  acid  amides,  in  which  one  amino-hydrogen  atom  has 
been  replaced  by  a  phenyl-group.  AcetanUide,  CeHs^NH-COCHa, 
employed  as  a  febrifuge  under  the  name  "  antifebrine/'  is  a  type  of 
these  comp)ounds.  The  anilides  are  produced  by  boiling  aniline 
with  the  corresponding  acid.  Acetanilide  is  obtained  by  heating 
aniline  with  glacial  acetic  acid: 


CeHg.NHp+HOOC.CHa  =  CeHg.NH.CCKJHs+HzO. 


Mbnschutkin  found  that  the  velocity  of  formation  of  acetanilide 
is  much  less  for  an  excess  of  aniline  than  for  an  excess  of  glacial 
acetic  acid,  although  on  theoretical  grounds  the  velocity  of  forma- 
tion should  be  the  same  in  both  cases;  for  at  each  moment  it  should 
be  proportional  to  the  product  of  the  concentrations  of  the  glacial 
acetic  add  (c)  and  of  the  aniline  (</),  being  therefore  expressed  by 

in  which  k  is  constant. 
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The  difference  between  theory  and  experiment  admits  of  various 
explanations :  one  is  that  the  reaction  in  the  two  cases  takes  place 
in  different  media.  The  important  influence  of  the  medium  b 
mentioned  in  jr. 

Aldehydes  react  with  aromatic  amines  with  elimination  of  water; 


H2C 


O4.H 


HNCsHs      IT  y-,  ^  NHCjHj    xx  /^ 


Formaldehyde  Methylenediphenyldiamine 

Primary  aromatic  amines  show  the  carbylamine-reaction:  with 
nitrous  acid  they  yield  diazonium  compounds  (302). 

Aniline. 

283.  Aniline  was  first  obtained  by  the  dry  distillation  of  indigo 
(Spanish,  anil);  hence  its  name.  It  is  manufactured  by  the  action 
of  hydrochloric  acid  and  iron-filings  on  nitrobenzene  contained  in 
a  cast-iron  cylinder  fitted  with  a  stirring  apparatus: 

CeHfiNOg+SFe+eHCl  =  C6H5NH2+2H20+3FeCl2. 

It  is  remarkable  that  in  this  process  only  about  one-fortieth  of  the 
hydrochloric  acid  required  by  the  equation  is  needed  for  the  reduc- 
tion. This  is  probably  because  iron-filings  and  water  are  able  to 
effect  the  reduction  in  presence  of  ferrous  chloride.  Lime  is  added 
as  soon  as  the  reduction  is  complete,  and  the  aniline  is  distilled  with 
steam. 

Aniline  is  also  obtained  by  the  electro-reduction  of  nitrobenzene 
(292). 

Aniline  is  a  colourless  liquid,  and,  unless  perfectly  pure,  turns 
brown  in  the  air,  the  colour-change  being  probably  due  to  the  pres- 
ence of  traces  of  sulphur  compounds.  It  is  only  slightly  soluble  in 
water:  it  boils  at  189^,  and  has  a  specific  gravity  of  1»024  at  16^. 
Formaldehyde  yields  with  aniline  a  remarkable  condensation- 
product,  anhydroformaldehydeanilinef  (C6H5N=:CH)3.  This  sub- 
stance melts  at  40**,  and  dissolves  with  difficulty.  It  is  employed  in 
the  identification  of  both  formaldehyde  and  aniline  (117).  Aniline 
can  be  reconverted  into  nitrobenzene  by  certain  oxidizing  agents: 
various  intermediate  products,  such  as  nitrosobenzene,  QHs-NO, 
are  formed.  Aniline  somewhat  readily  undergoes  oxidation:  the 
compounds  thus  produced  are  described  in  289. 
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An  aqueous  solution  of  free  aniline  gives  a  deep-violet  coloura- 
tion with  bieaching-powder  solution:  an  aniline  salt  in  acid  solution 
18  coloured  dark-green  to  black  by  potassium  dichromate.  These 
two  reactions,  and  that  with  wood  (230),  serve  as  tests  for  aniline. 
The  bieaching-powder  reaction  is  particularly  delicate. 

Aniline  is  very  sensitive  towards  oxidizing  agents,  the  final 
product  being  nitrobenzene.  Intermediate  between  these  two  sub- 
stances is  formed  a  series  of  derivatives,  which  are  also  obtained  in 
the  inverse  order  by  the  reduction  of  nitrobenzene  (289): 

C.Hft-NHj  ->  C.H,.NHOH  -^  C.H5.NO  ->  CeH5.NO,; 

PheDylhydroxylamine  Nitrosobenieno 

1 

H0-CeH4-NHj  —  C„HA- 

p-Aminophenol        BenBoquioone 

Since  these  oxidation-products  react  with  each  other  and  with 
aniline,  yielding  substances  which  undergo  further  oxidation,  numer- 
ous, often  very  complex,  derivatives  are  produced. 


Homologues^ot  Aniline.^ 

(yvihchloluidine  and  para-foiwidzng,  CH3«C6H4«NH2,  are  formed 
by  the  reduction  of  the  corresponding  nitro-compounds.  The 
ort/io-compound  is  a  liquid,  B.P.  199 •4*^;  the  para-compound  is 
a  solid,  M.P.  42-5°.  The  different  solubilities  of  their  oxalic-acid 
salts  afford  a  means  of  separating  them. 

m-Toluidine  can  only  be  obtained  indirectly.  p-Toluidine  is  con- 
verted into  its  acetyl-derivative,  CHa'CeH^-NHCjHaO,  which  on 
nitration  yields  '     ' 

CHs 
/\ 


^ 


/NO,     ' 
NHCaHgO 

The  acetyl-group  in  this  compound  is  split  off  by  boiling  with  hydro- 
chloric acid,  after  which  the  ami  no-group  is  eliminated  by  the 
method  described  in  303,  3.  On  reduction,  the  m-nitrotoluene  thus 
formed  yields  m-toluidine. 
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The  monoamino-derivatives  of  the  xylenes  are  called  xylidines. 
Six  isomerides  are  possible,  due  to  differences  in  the  relative  posi- 
tions of  the  methyl-groups  and  the  amino-group  in  the  ring.  Some 
of  the  toluidines  and  the  xylidines  are  employed  in  making  aniline- 
dyes,  and  are,  therefore,  manufactured  in  large  quantities. 

Secondary  Amines. 

284.  Diphenylamine,  CeHs-NH-CeHs,  melts  at  54*^,  and  boils 
at  310**.  It  is  a  type  of  the  true  secondary  aromatic  amines.  They 
are  formed  by  heating  the  hydrochlorides  of  the  primary  amines 
with  the  free  amines: 

CeHfilNH^^HCrTHjHN.CeHa  =  NH4CI +HN(C6H5)2. 

Diphenylamine  can  also  be  obtained  by  the  action  of  bromobenzene 
on  potassium  anilide,  CeHs-NHK. 

Diphenylamine  has  an  agreeable,  floral  odour. 

Diphenylamine  is  a  very  sensitive  reagent  for  the  detection  of 
nitric  acid,  which  produces  a  deep-blue  colour  with  its  solution  in 
concentrated  sulphuric  acid.  This  reaction  can  only  be  applied  to 
the  detection  of  nitric  acid  in  the  absence  of  other  oxidizing  sub- 
stances, such  as  bromine- water,  permanganate,  etc.,  since  diphenyl- 
amine also  gives  a  blue  colouration  with  many  of  these  reagents. 

The  method  of  formation  of  the  mixed  aromatic-aliphatic 
amines,  such  as  methylaniline,  CeHs-NH-CHs,  is  indicated  in  282. 
The  action  of  the  alkyl  iodide  upon  aniline  results  in  the  substitu- 
tion of  more  than  one  hydrogen  atom  of  the  amino-group  by  an 
alkyl-group,  so  that  a  mixture  of  the  unchanged  primary  and  the 
secondary  and  tertiary  amines  is  formed.  The  secondary  amine  is 
obtained  pure  by  first  replacing  one  hydrogen  atom  of  the  amino- 
group  by  an  acid-radical,  such  as  acetyl,  and  subsequently  treating 
the  acetyl-derivative  with  an  alkyl  iodide. 

To  prepare  such  a  compound  as  methylaniline,  for  example, 
aniline  is  first  converted  into  acetanilide,  CeHs-NH-COCHg,  fay 
boiling  with  glacial  acetic  acid.  The  hydrogen  atom  linked*  to 
nitrogen  in  this  compound  can  be  replaced  by  sodium,  yielding 
CeHs-NNa-COCHs,  which  on  treatment  with  methyl  iodide  yields 
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methylacetaniUde,  CeHg-NCCHs)  -COCHa.  Saponification  with  alka- 
lis converts  this  compound  into  monomethylaniline. 

The  secondary  aromatic  amines,  like  those  of  the  aliphatic  series, 
are  readily  converted  by  nitrous  acid  into  nitrosamines,  such  as 

NO 

nitrosamethylaniline,  C6H6«N<qtt  .    On  careful  reduction,  these 

nitroso-compounds  yield  hydrazines,  C6H6«N<jj    ^;   on  energetic 

reduction,  for  example  with  tin  and  hydrochloric  acid,  the  NO- 
group  is  eliminated,  and  the  secondary  amines  regenerated. 

Tertiary  Amines. 

285.  Triphenylaminej  (C6H5)3N,  is  a  type  of  the  true  aromatic 

tertiary  amines:  only  a  few  of  them  are  known.     It  is  obtained  by 

the  action  of  sodium  and  bromobenzene  on  diphenylamine,  and  is 

a  solid,  melting  at  127^.     It  does  not  possess  a  basic  character. 

CH 
Dimethylaniline,  C(jH6-N<r^TT^,  is  the  most  important  member 

of  the  series  of  mixed  aromatic-aliphatic  tertiary  amines.  They  can 
be  obtained  by  the  action  of  alkyl  halides  upon  anilines,  but  are 
manufactured  by  heating  aniline  hydrochloride  with  the  alcohol,  a 
method  in  which  alkyl  halides  react  in  the  nascent  state.  Methyl 
alcohol  and  hydrochloric  acid  yield  methyl  chloride,  and  this  com* 
pound  then  reacts  with  the  aniline. 

On  heating  the  hydrochloride  of  an  alkyl-aniline  at  ISO**,  in  a 
current  of  hydrochloric-acid  gas,  the  alkyl-groups  are  eliminated, 
with  formation  of  aniline  and  alkyl  chlorides.  When  the  hydro- 
chloride of  the  alkyl-anilines  are  strongly  heated,  the  alkyl-groups 
linked  to  nitrogen  are  transferred  to  the  benzene-ring.  This  reac- 
tion can  be  explained  by  assuming  that  decomposition  into  alkyl 
chloride  and  aniline  first  takes  place  as  just  described: 

I.  C6H5.NH(C2H5)HC1  =  CgHs-NHa+CgHrfa. 
The  reaction  indicated  in  equation  II.  ensues: 

II.  C6H5.NH2  +C2H5CI  =  C6H4 < S^HgHcr 

The  formation  of  the  hydrochloride  of  p-toluidine,  by  the  inter- 
action of  methyl  alcohol  and  aniline  hydrochloride  at  a  high  tem- 
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perature,  is  analogous.  By  this  process  it  is  possible  to  obtain  even 
pentamethylaminobenzene,  C6(CH3)5«NH2. 

The  pam-hydrogen  atoms  of  dimethylaniline  and  other  dialkyl- 
anilines  are  replaceable  by  various  groups.  Thus,  dimethylaniline 
reacts  readily  with  nitrous  acid,  with  formation  of  nUrosodimethyl' 
aniline, 

ON<;^N(CH8)2, 

effected  by  the  addition  of  potassium  nitrite  to  the  solution  of  the 
tertiary  base  in  hydrochloric  acid.  This  nitroso-compound  crystal- 
lizes in  well-defined  leaves  of  a  fine  green  colour.  It  melts  at  85®, 
and  yields  a  hydrochloride  crystallizing  in  yellow  needles.  On  oxi- 
dation with  potassium  p)ermanganate,  the  nitroso-group  is  con- 
verted into  a  nitro-group,  with  formation  of  p-nitrodimethylanUinet 


(^      N(CH3)2l 
^^*<N02         4- 


On  boiling  with  caustic  soda,  the  amino-group  of  nitrosodi- 
methylaniline  is  removed,  with  formation  of  dimethylamine  and 
nitrosophenol: 

CeH4<5J§^2^2+H20  -  C«H4<g5+HN(CH3)2. 

NitroBophenol 

This  reaction  is  employed  in  the  preparation  of  pure  dimethyl* 
amine  (72). 

The  para-hydrogen  atom  of  dimethylaniline  can  react  with 
substances  other  than  nitrous  acid:  thus,  aldehydes  readily  yield  a 
condensation-product : 


CgHs-CH 


O  +  H 


ShInSch:]^  -  C»H5.CH[CeH4N(CH3).]. 


The  constitution  of  this  compound  is  inferred  from  its  relation  to 
triphenylmethane.  GH.(C^lish  (366).  With  dimethylaniline,  car- 
bonyl  chloride  yields  a  p-derivativeof  benzophenone,G6H5-CO-CeH5, 
called  Michler's  ketone: 


.^^ 


4 


C6H4.N(CH3)2        j/C6H4-N(CH,)8 

-  CO  ,  +2Ha. 


\CI  +  HC6H4-N(CH3)2       \CeH4-N(CH3)a 
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When  dimethylaniline,  and  other  analogous  tertiary  amines,  are 
treated  with  hydrogen  p)eroxide  at  60^-70*',  they  yield  compounds 
such  as  dimethylaniline  oxide, 

C6H6.N(CH3)2 

II 
0 

The  constitution  is  indicated  by  its  reduction  to  dimethylaniline. 

Quaternary  Bases. 

286.  Quaternary  bases  are  formed  by  the  addition  of  alkyl 
halides  to  the  tertiary  aromatic-aliphatic  amines,  and  treatment  of 
the  salts  thus  formed  with  moist  silver  oxide.  These  substances  are 
strong  bases.  On  heating,  they  yield  an  alcohol  and  a  tertiary 
amine,  differing  in  this  respect  from  the  aliphatic  ammonium  bases 

(73). 

Pope  has  resolved  quaternary  ammonium  bases  containing  four 
dissimilar  groups  into  optically  active  components.  These  com- 
pounds of  the  type  NRjRaRjR^X,  in  which  X  is  an  add-radical,  owe 
their  optical  activity  to  the  presence  of  an  asymmetric  nitrogen  atom. 
MethylaUylphenylbemylammonium  hydroxide, 

H0.N(CH,)(C,H5)(Ce  U,){mjC.'H,\ 

unites  with  the  strongly  optically  active  d-camphorsulphonic  acid: 
the  salt  obtained  is  fractionally  crystallized  from  acetone,  a  solvent 
less  liable  to  decompose  it  than  those  containing  a  hydroxyl-group. 
By  this  means  the  base  can  be  resolved  into  its  dextro-rotatory 
and  laevo-rotatory  components.  A  complete  demonstration  of  the 
position  and  direction  of  the  bonds  of  the  quinquivalent  nitrogen 
atom  has  not  yet  been  given. 

Benzylamine,  C6H5«CH2-NH2. 

287.  Bemylandne  is  a  type  of  the  amines  with  NH2  in  the  side- 
chain.  It  can  be  obtained  by  the  various  methods  employed  in 
the  preparation  of  aliphatic  amines,  such  as  the  action  of  benzyl 
chloride  upon  ammonia,  by  which  dibemylamine  and  tribenzylamine 
are  also'formed;  addition  of  hydrogen  to  benzonitrile,  CeHs-CN; 
reduction  of  phenylnitromethane,  CeHs  •  CH2  •  NO2 ;  and  so  on.  The 
method  for  its  formation  and  its  properties  prove  that  benzylamine 
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belongs  to  the  primary  amines  of  the  aliphatic  series:  thus,  it  does 
not  yield  diazonium  compounds;  and  its  aqueous  solution  has  a 
strongly  alkaline  reaction,  proving  it  to  be  a  much  stronger  base 
than  aniline,  in  which  the  NHygroup  is  under  the  direct  influence 
of  the  phenyl-group. 

•  Benzylaraine  is  a  liquid  of  anmioniacal  odour:  it  boils  at  185°, 
is  volatile  with  steam,  and  has  a  specific  gravity  of  0*983  at  19^ 
It  absorbs  carbon  dioxide  from  the  air. 

Derivatives  of  Aniline  and  Carbonic  Acid. 

288.  Only  a  few  of  the  numerous  compounds  of  aniline  with 
carbonic  acid  can  be  described  here.      Phenyluretkane, 

CeHj.NH.CO-OCjHs, 

is  formed  by  the  interaction  of  ethyl  chlorocarbonate  and  aniline. 
It  is  a  solid,  and  melts  at  52^.  When  distilled  with  phosphoric  oxide, 
it  yields  phenyl  laoq^anaiefC^ll^-'S  :C :  O,  a  colourless  liquid  productive 
of  tears,  which  boils  at  166°.  It  is  sometimes  employed  in  the  detec- 
tion of  OH-groups  or  NH,-groups,  with  which  it  forms  substituted 
urethanes  and  ureas  respectively.  With  water  it  yields  symmetrical 
diphenylitrea,  COCNH-CeHs)],  a  crystalline  substance  melting  at 
235**  (253). 

Derivatives  of  Aniline  and  Sulphur. 

Derivatives  of  aniline  and  sulphur,  similar  to  the  compounds 
described  in  245  and  255,  are  also  known.  One  of  them  is  phenyl 
mustard-oily  CeHg-NiCrS,  which  boils  at  222**.  It  is  obtained  by 
boiling  diphenylihiaureaj  CSCNH-CeHj),,  with  hydrochloric  acid. 
Diphenylthiourea  itself  is  formed  by  heating  carbon  disulphide  with 
aniline : 

CSa+2H,N-CeH6  -  HaS+CSCNH-CHj),. 

Vra.    INTERMEDIATE  PRODUCTS  IN  THE  REDUCTION  OF  AROMATIC 
NITRO-COMPOUNDS. 

289.  On  reduction,  the  nitro-compounds  of  the  aliphatic  series 
yield  amines  directly,  from  which  the  alkyl-groups  can  be  removed 
by  oxidation:  for  example,  ethylamine  is  converted  into  acetic  acid 
and  anmionia.  In  the  aromatic  series,  on  the  other  hand,  inter- 
mediate products  can  be  obtained  in  the  reduction  of  nltro-com- 
pounds,  and  sometimes  also  in  the  oxidation  of  amines.  Only  the 
« compounds  derived  from  nitrobenzene  and  aniline  will  be  described 


V- 
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here,  although  numerous  substitution-products  of  the  same  type  are 
known. 

In  acid  solution  the  nitro-compounds  are  directly  reduced  to 
the  corresponding  amino-derivatives,  but  in  ^kaline  solution  yield 
substances  containing  two  benzene-residues.  Nitrobenzene  yields 
in  succession  azoxybenzene,  azdbemene,  hydrazobenzene,  and  aniline: 

1.  Nitro-compound,  C6H6-N02  .  OaN-CeHs; 


2.  Azoxy-compound, 


3.  Azo-compaundf  CeHs-N^^N-CeHs; 

4.  Hydrazchcompound,  QHs-NH — NH '(36115; 

5.  Amino-compound,  CeH6«NH2    H2N-C6H6. 

290.  Azoxybemene  is  obtained  hy  boiling  nitrobenzene  with  alco- 
holic potash,  and  is  also  formed  in  the  oxidation  of  aniline  with 
potassium  permanganate  in  alcoholic  solution.  It  forms  light-yellow 
crystals  melting  at  36°.  When  warmed  with  concentrated  sulphuric 
acid,  it  is  transformed  into  p-hydroxyazobenzene: 

CeHj-N— N-CeHs  __^  CeHg.N^N.CeH^-OH. 

^O  Hydroxyagobensene 

It  is  readily  attacked  by  various  reducing  agents.  Under  the  influ- 
ence of  direct  sunlight,  concentrated  sulphuric  acid  converts  azoxy- 
benzene  into  o-hydroxyazobemene, 

291.  Azobenzene,  CeHs*  N :  N  •CgHs,  is  formed  by  the  reduction  of 
nitrobenzene  with  a  solution  of  stannous  chloride  in  excess  of  caustic 
potash,  and  also  by  distilling  azoxybenzene  with  iron-filings.  It 
is  produced  along  with  azoxybenzene  by  the  oxidation  of  aniline 
with  potassium  permanganate. 

Azobenzene  forms  well-defined,  orange-red  crystals,  melting  at 
68®,  and  boiling  without  decomposition  at  295®'.  It  is  a  very  stable 
compound,  and  is  insoluble  in  water.  *  Its  constitution  follows  from 
its  yielding  aniline  on  reduction. 

Hydrazobenzene,  CeHg-NH — NH-CeHs,  is  formed  by  the  action 
of  zinc-dust  and  alcoholic  potash  upon  azobenzene  or  :  dtrobenzene. 
It  is  a  colourless,  crystalline  substance,  and  melts  at  126®.  Strong 
reducing  agents  convert  it  into  aniline:  on  the  other  hand,  it  is 
readily  oxidized  to  azobenzene,  the  transformation  being  slowly 
effected  by  atmospheric  oxygen.  It  is  also  oxidized  to  the  azo- 
compound  by  ferric  chloride. 
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The  most  characteristic  reaction  of  hydrazobenzene  is  its  con- 
version into  benzidine,  whereby  the  benzene-nuclei  are,  as  it  were, 
turned  end  for  end.  This  "  benzidine-transformation  "  is  effected  by 
the  action  of  strong  acids: 

/^0\nH^Nh(?T)  ->  H2N-CeH4-C6H4.NH2. 

Hydraxobenaene  Beondine 

That  a  diaminodiphenyl  is  thus  formed  is  proved  by  the  conversion 
of  benzidine  into  diphenyl,  CeHs-CeHs.  The  amino-groups  occupy 
the  para-positions: 


By  reducing  azobenzene  in  acid  solution,  benzidine  is  formed 
directly.  It  is  characterized  ^by  the  sparing  solubility  in  cold  water 
of  its  sulphate. 

The  amino-groups  in  benzidine  are  proved  in  various  ways  to 
occupy  the  para-position:  for  example,  a  hydrazobenzene  the 
p-hydrogen  atoms  of  which  have  been  substituted  cannot  be  con- 
verted into  benzidine.  In  certain  instances  compounds  of  this  kind 
can  undergo  a  remarkable  intramolecular  transformation,  known  as 
the  ''semidine-transformation,''  forming  derivatives  of  diphenyla- 
mine  by  the  turning  of  only  one  of  the  benzene-nuclei : 

h/"cT)^'H-NH  -CeH^NH  .C(X;H3-^H2N<^^ 

p-Acetamidohydrasobensene  p-Aminopheny1>j>-aoetamido- 

.phenylamine 

Electro-reductioii  of  Nitro-compounds. 

292.  There  is  reason  to  believe  that  in  the  future  electrolytic 
methods  will  be  used  more  and  more  in  chemical  work,  for  the  elec- 
tric current  affords  a  means  of  varying  the  pressure  and  concentra- 
tion of  the  substances  taking  part  in  reactions  in  the  preparation  of 
organic  compounds,  which  is  not  otherwise  attainable.  By  its  aid 
it  is  possible  to  effect  new  syntheses  or  to  improve  those  already 
known.  An  explanation  of  this  mode  of  altering  the  pressure  and 
concentration  is  necessary  here. 

Alteration  in  the  contact-difference  of  potential  between  the  elec- 
trodes and  the  electrolyte  causes  considerable  variation  in  the  pres- 
sure at  which  the  discharged  ions  leave  the  solution  (258).    In 
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reduction-processes  the  same  effect  is  attained  by  using  different  re- 
ducing agents.  When  a  compound  yields  a  series  of  intermediate 
products  on  treatment  with  different  reducing  agents  of  increasing 
strength,  this  can  also  be  effected  by  increasing  the  contact-difference 
of  potential  (258)  at  the  cathode,  where  hydrogen  is  evolved. 

Q^arding  variation  in  the  concentration,  it  must  be  remem- 
bered that  the  electrolytic  process  takes  place  only  in  the  immediate 
neighbourhood  of  the  electrodes.  When  the  surface-area  of  the 
electrodes  is  altered,  the  strength  of  the  current  remaining  the  same, 
the  number  of  ions  discharged  at  unit  surface  varies  in  direct  pro- 
portion: it  is  therefore  possible,  by  selecting  suitable  electrodes,  to 
cause  the  concentration  of  the  ions  discharged  at  them  to  vary 
within  wide  limits.  The  "strength  "  of  the  reducing  agent  depends 
upon  the  contact-difference  of  potential,  but  its  concentration  is 
controlled  by  the  density  of  the  current  (168).  In  reactions  in 
which  the  discharged  ions  must  interact,  as  in  the    synthesis  of 

'dibasic  acids  {loc.  cit.),  a  current  of  high  density  is  necessary:  on 
the  other  hand,  in  reductions  which  must  take  place  as  far  as 
possible  at  all  parts  of  the  liquid,  large  cathodes,  which  give  a  cur- 
rent of  small  density,  must  be  used. 

On  reduction,  nitro-compounds  ultimately  yield  amines,  but 
a  number  of  intermediate  reduction-products  can  be  isolated.  For 
this  reason  the  electro-reduction  of  nitrobenzene  and  its  derivatives 
is  of  both  theoretical  and  practical  importance.     It  is  possible  to 

'  ^ive  a  complete  and  satisfactory  explanation  of  the  mechanism  of 
this  process. 

A  distinction  must  be  drawn  between  primary  or  electrolytic, 
and  secondary  or  chemical,  reduction-products.  The  primary  pro- 
cess is 

C6H5.NO2  -V  CeHs-NO  -*  CeHs-NHOH  ->  CeHs-NHg. 

NitrobenMne       Nitroeobensene       Phenylhydroxyl-  Aniline 

amine 

The  presence  of  nitrosobenzenecan  be  detected  by  the  addition 
of  hydroxylamine  to  the  liquid,  with  which  it  reacts  with  loss  of 
one  molecule  of  water,  and  formation  of  diazonkim  hydroxide, 
CaHj'Na'OH:  on  adding  a-naphthol,  an  azo-dye  is  produced  (320.. 
The  formation  of  phenylhydroxylamine  can  be  proved  by  adding 
.    benzaldehyde,  with  which  it  yields  bemylidenephenylhydroxylamine: 

CeHg  -Nr^ — jCH  -CeHj 
CcH.NHOH+OCH.CaHj  =  H2O+  X 

Bensaldehyde  ^ 
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On  rapid  reduction  of  nitrobenzene  dissolved  in  moderately  con- 
centrated sulphuric  acid,  with  addition  of  alcohol  to  increase  the 
solubility,  the  primary  process  just  described  takes  place,  about 
90  per  cent,  of  the  theoretical  yield  of  aniline  being  obtained.  In  a 
strongly  acid  solution,  however,  the  phenylhydroxylamine  is  very 
quickly  converted  into  p-aminophenol: 

CeHfi-NHOH  -*  HO-C6H4-NH2. 

This  substance  is  not  further  reduced.  Since  phenylhydroxylamine 
undergoes  the  same  transformation,  though  much  more  slowly,  in 
presence  of  more  dilute  acid,  it  is  evident  that  the  theoretical  yield 
of  aniline  cannot  be  obtained,  even  when  the  solvent  is  dilute,  and 
the  velocity  of  reduction  great. 

In  alcoholic-alkaline  solution  the  electro-reduction  of  nitro- 
benzene is  accompanied  by  two  secondary  processes. 

1.  Nitrosobenzene  reacts  with  phenylhydroxylamine,  yielding 
azoxy  benzene: 

CeHft-N N.CeHs 

CftHfi-NHOH+CftHs-NO  -  V/  +H2O. 

In  presence  of  alkali  this  reaction  proceeds  much  more  quickly  than 
the  fxirther  reduction  of  phenylhydroxylamine,  so  that  only  small 
quantities  of  aniline  are  formed,  and  higher  reduction-products 
of  azoxybenzene,  chief  among  them  hydrazobenzene,  obtained  as 
the  main  part  of  the  yield. 

2.  Hydrazobenzene  is  attacked  by  the  unreduced  nitrobenzene 
with  formation  of  azobenzene  and  azoxybenzene: 

3C6H5-NH.NH.C6H6+2C6H5.N02  =  3CeH6-N:N.CeH5+ 

CeHfi-N N.CfiHfi 

+  \/  +3H2O. 

O 

Since  hydrazobenzene  in  alkaline  solution  is  quickly  oxidized  by 
atmospheric  oxygen  to  azobenzene,  the  yield  of  azobenzene  is  very 
good. 

A  much  higher  contact-difference  of  potential  at  the  cathode 
is  required  to  reduce  hydrazobenzene  to  aniline. 

Haber  has  combined  these  primary  and  secondary  reactions  in 
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the  following  scheme,  the  vertical  arrows  indicating  primary,  and 
the  oblique  arrows  secondary,  reactions: 

.C,H;NO, 

,C.H,NO 
C,H,.N:N.C.H, 


C.H,-N^.C.H. 
O 


?,H,-NH-NH.C,H, 


C,H,-NH0H 


Fig.  77. — Haber's  Elbctro-reduction  Scheme. 

Bamberger  pointed  out  that  the  reduction  of  nitrobenzene  by 
purely  chemical  methods  yields  the  same  intermediate  products. 
Thus,  nitrosobenzene  is  formed  by  its  interaction  with  zinc-dust  and 
water.  In  accord  with  this  view  is  the  fact  that  the  velocity  of 
reduction  of  nitrobenzene  by  stannous  chloride  in  presence  of  a  great 
excess  of  hydrochloric-acid  solution  indicates  that  the  reaction  is 
bimolecular,  and  must  therefore  be  represented  by  the  equation 

R.NOa+SnCla  +  nHCi  -  R-NO+SnCl4  +  H,0+(n-2)HCl. 

This  reaction  has  a  measurable  velocity.  The  further  reduction  of 
the  nitroso-compound  to  the  amino-compound  should  be  very  rapid : 
experimental  evidence  confirming  this  theoretical  view  is  afforded 
by  the  fact  that  when  nitrosodimethylaniline  is  brought  into  con- 
tact with'  stannous  chloride,  it  is  at  once  reduced. 

DL    PHENTL-COMPOUITDS  CONTAmilfG  OTHER  ELEMEITTS. 
Phosphorus  and  Arsenic  Derivatives. 

aga.  Compounds  of  phosphorus  and  arsenic  with  aromatic  hydro- 
carbons, having  constitutions  similar  to  those  of  the  nitro-com- 
pounds,  azo-compounds,  and  ami  no-compounds,  are  known. 

Phosphinobemenef  CeH6«P02,  cannot  be  obtained  analogously  to 
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mtrobenzene,  by  the  iDteraction  of  metaphosphoric  acid  and  benzene 
It  is  prepared  by  the  action  of  phenylphoaphihic  acid  upon  its  chloride : 

CeH6.PO(OH)a+C«H5.POCl,  -  2C«H5.POi+2Ha. 

Phenylphosphimc  dlloride 

acid 

It  is  a  white,  crystalline,  odourless  powder. 

Phenylphosphine,  CeHj-PHj,  is  obtained  by  distilling  phosphenyl 
chloride,  C6H5'PCl2,  with  alcohol,  in  a  current  of  carbon  dioxide.  It 
is  a  liquid  of  very  penetrating  odour.  It  cannot  be  obtained  by  the 
reduction  of  phosphinobenzene. 

Pkosphobenzenef  CoHj'PiP'CeHg,  is  got  by  treating  phenyl- 
phosphine with  phosphenyl  chloride: 

CeHs-Pl^TH^P-CeHs  -  CoH6-P:P-CeH6+2Ha. 

It  is  a  pale-yellow  powder,  insoluble  in  water,  alcohol,  and  ether.    It 
is  energetically  oxidized  by  weak  nitric  acid,  forming  phosphenyUms 

add,  OP^H     . 
\0H 

Phosphenyl  chloride,  C^Hg^  PClj,  the  starting-point  in  the  prepara- 
tion of  these  and  other  aromatic  phosphorus  derivatives,  can  be  pre- 
pared, as  can  its  homologues,  by  heating  aromatic  hydrocarbons 
with  phosphorus  trichloride  and  aluminium  chloride  under  a  reflux- 
condenser. 

Arsinobenzene,  CeH5-As02,  is  obtained  by  the  elimination  of 
water  from  phenylarsinic  acid,  C6H5-A80(OH)2,  imder  the  influence 
of  heat. 

Arsenobenzene,  CcHg-AsiAs-CeHs,  is  formed  by  the  reduction  of 
phenylarsenic  oxide,  CeHj-AsO,  with  phosphorous  acid.  It  forms 
yellow  needles,  and  is  converted  by  oxidation  into  phenylarsinic 
acid,  CeHs.AsOCOH)^. 

Comparison  of  the  Aromatic  Derivatives  of  Nitrogen,  Phoq^horus,  and 

Arsenic. 

294.  The  following  compounds  are  known: 

CcHs-NOj  CeHs-Nj-CeHs  CaHj-NH, 

Nitrobenzene  Azobenaeene  Pbenylamine 

C„H5-P0,  CH-Pj-CU,  C,H5-PH, 

Phosphinobenzene  Phosphnbenzene  Phenylphociphiiie 

CH^.AsOj  CHs-Asj-CHs 

Arsinobenzene  Arsenobenzene 

Substances  in  the  first  column  may  be  regarded  as  derived 
from  the  me/a-acids,  H0'N02,  H0«P02,  HO'A802,  by  exchange  of 
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hydroxyl  for  phenyl,  and  hence  cannot  have  acidic  properties.  Of tho- 
nitric  acid,  HsNO^,  or  ON(OH)„  corresponding  to  orthoptosphoric 
acid,  H3PO4  and  brthoarsenic  acid,  HjAsO^,  is  not  known,  and  ac- 
cordingly nitrobenzene  does  not  unite  with  water,  while  phosphino- 
benzene  and  arsinobenzene  produce  the  corresponding  acids, 
phenylphosphinic  acid,  CcHj-POCOH),,  and  phenylarsinic  acid, 
CaHs'AsOCOH),.  When  heated,  phosphoric  acid  does  not  yield 
phosphorus  pentoxide;  arsenic  acid  3rields  arsenic  pentoxide.  Simi- 
larly, phosphinobenzene  cannot  be  obtained  by  heating  phenyl- 
phosphinic acid,  while  phenylarsinic  acid  is  converted  into  arsino- 
benzene by  this  treatment. 

The  methods  of  formation  of  the  compounds  of  the  second  column 
also  differ  greatly  from  one  another.  They  are  all  coloured,  the  most 
deeply  tinted  being  azobenzene.  On  reduction,  nitrobenzene  and 
arsinobenzene  yield  azobenzene  and  arsenobenzene :  the  oxygen  of 
phosphinobenzene  is  too  firmly  linked  to  phosphorus  to  admit  of  this 
reaction.  Hydrogen  reduces  azobenzene  to  phenylamine:  chlorine 
converts  phosphobenzene  and  arsenobenzene  into  the  corresponding 
chlorine  derivatives,  CeHg-PClj  and  CcHg-AsClj. 

The  difference  between  the  two  compounds  in  the  last  column  is 
due  to  the  strong  affinity  of  phosphorus  for  oxygen.  Aniline  cannot 
be  oxidized  to  an  acid,  while  phenylphosphine  is  readily  converted, 
even  by  the  oxygen  of  the  atmosphere,  into  phenylph/)sphinou8  acid, 
CeHs-POjH^. 

Aromatic  Metallic  Compounds. 

295.  Merciuy,  tin,  lead,  and  magnesium  are  the  only  metals 
which  yield  aromatic  compounds:  they  are  much  less  important  than 
the  metallic  compounds  of  the  aliphatic  series.  Mercury  phenide, 
Hg(CoH5)2,  is  obtained  by  the  action  of  sodium-amalgam  upon 
bromobenzene.  It  is  crystalline,  and  resembles  the  corresponding 
alkyl-derivatives  in  its  stability  towards  atmospheric  oxygen.  When 
its  vapour  is  passed  through  a  red-hot  tube,  it  decomposes  into 
mercury  and  diphenyl  (364):  the  same  effect  is  partially  produced 
by  distillation.  When  mercury  acetate  is  heated  with  benzene  at 
110°,  there  results  phenylmercury  acetate^  CoHs'Hg'OOC'CHg,  the 
acetic-acid  salt  of  the  h&ae  •phenylmercury  hydroxide,  CoHj-Hg'OH. 
The  homologues  of  benzene,  nitrobenzene,  and  other  substances 
yield  analogous  compounds. 

Aromatic  magnesium  compounds  are  referred  to  in  272. 


BENZOIC  ACID:    ITS  DERIVATIVES  AND  H0M0L06UES. 


Benzoic  Acid,  CeHs-COOH. 

396.  Benzoic  acid  can  be  prepared  by  many  methods,  of  which 
the  most  important  will  be  described. 

1.  By  the  oxidation  of  any  aromatic  hydrocarbon  with  a  side- 
chain: 

C0H5  •  CnH2n+i  "~*  CeHs  •  COOH. 

Being  inexpensive,  toluene  is  specially  serviceable  for  this  purpose. 
In  the  manufacture  of  benzoic  acid,  toluene  is  not  directly  oxidized, 
but  is  treated  at  its  boiling-point  with  chlorine.  Benzotrichloride^ 
C6H5.CCI3,  is  first  formed,  and  is  converted  into  benzoic  acid  by 
heating  with  water: 


CeHft-C 


CI  H 
Cl+H 
CI    H 


OH 

OH-H2O  =  CeHfi.COOH+SHCl. 

OH 


Benzoic  acid  thus  prepared  often  contains  traces  of  chlarobemoic 
acid,  C6H4CI. COOH. 

2.  By  the  oxidation  of  aromatic  alcohols  or  aldehydes,  such  as 

benzyl  alcohol,  C(jH6'CH20H,  or  benzaldehyde,  CeHsC^Q:  also  hy 

the  oxidation  of  alcohols,  aldehydes,  or  ketones  with  longer  side- 
chains:  in  fact,  from  all  compounds  containing  a  side-chain  with 
one  carbon  atom  directly  linked  to  the  benzene^nucleus. 

3.  By  the  introduction  of  the  nitrile-group  intoThe  benzene- 
nucleusv  and  hydrolysis  of  the  benzonitrile,  CeHs'CN,  thus  formed. 
The  introduction  of  the  nitrile-group  can  be  effected  in  two  ways. 

(a)  By  diazotizing  aniline,  and  treating  the  diazonium  salt  with 
potassium  cyanide  (303,  5). 
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(&)  By  distilling  potassium  benzenesulphonate  with  potassium 
cyanide: 

C6H5.SO3K+KCN  =  CeHfi-CN+KaSOs. 

4.  By  the  action  of  carbon  dioxide  and  sodium  op  bromoben- 
zene,  whereby  sodium  benzoate  is  formed: 

C6H6Br+C02+2Na  =  NaBr+CeHs-COgNa. 

5.  By  the  action  of  various  derivatives  of  carbonic  acid,  other 
than  carbon  dioxide,  upon  benzene,  substances  readily  convertible 
into  benzoic  acid  are  formed. 

(a)  In  presence  of  aluminium  chloride,  benzene  and  carbonyl 
chloride  react  together,  with  formation  of  benzoyl  chloride,  the 
chloride  of  benzoic  acid,  and  hydrochloric  acid: 


CgHfilH+Cll-COCl  =  CeHfi.COCl+HCl. 

BeoBoyl  chloride 

Benzoyl  chloride  is  converted  into  benzoic  acid  by  treatment  with 
hot  water. 

(6)  Benzene  and  aluminium  chloride  react  with  carbamic  chlo^ 
ride,  C1«C0NH2  (formed  by  passing  carbonyl  chloride  over  heated 
ammonium  chloride),  yielding  bemamide,  the  amide  of  benzoic  acid: 

CftHs|H+Cl|>C0NH2  -  CeHc-CONHz+HCL 

Bensamide 

(c)  Bromobenzene  is  converted  by  sodium  and  ethyl  chlorocar* 
bonate  into  ethyl  benzoate: 


CeHs 


Br+Cl 

Na    Na 


.COOC2H5  ^  CeHs.COOCjHs+NaCl+NaBr. 


Benzoic  acid  is  a  constituent  of  many  natural  resins  and  ba  - 
sams,  such  as  gum-benzoin,  Peru-balsam,  i.nd  Tolu-balsam.  A 
derivative,  hippuric  acid  (200),  is  present  in  the  urine  of  horses.  It 
was  formerly  prepared  principally  from  gum-benzoin,  from  which 
source  the  benzoic  acid  used  as  a  medicament  is  still  sometimes 
obtained.     It  is  a  white  solid,  crystallizing  in  leaf-like  crystals 
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melting  at  121  •4®.  It  sublimes  readily,  and  boils  at  250*^:  it  vola- 
tilizes with  steam,  and  can  be  purified  by  steam-distillation.  Ite 
alkali-metal  salts  dissolve  readily  in  water,  most  salts  of  other  bases 
being  soluble  with  difficulty. 

The  solubility-curve  ("Inorganic  Chemistry,"  235)  of  benzoic 
acid  has  been  the  subject  of  careful  investigation,  on  account  of  its 
interesting  character  (Fig.  78).    The  solubility  increases  somewhat 


116  m.r 


Fig.  78. — Solubility-curvb  of  Benzoic  Acid  in  Watbr. 


rapidly  with  increase  of  temperature  up  to  90°  {AB),  At  this  tem- 
perature, the  acid  melts  beneath  the  water,  so  that  two  liquids  result : 
one  is  an  aqueous  solution,  containing  11*2  per  cent,  of  acid  (point 
B);  the  other  consists  principally  of  the  acid,  containing  95*88  j^er 
cent,  (point  D),  Above  this  temperature  an  effect  like  that  described 
in  74  is  produced:  the  mutual  solubility  of  these  layers  is  repre- 
sented in  the  part  BCD  of  the  curve,  of  which  BC  corresponds  to  the 
aqueous  layer,  and  DC  to  the  acid  one.  The  composition  of  the  two 
layers  becomes  more  and  more  alike  as  the  temperature  rises,  since 
the  water  dissolves  more  benzoic  acid,  and  the  acid  more  water.  At 
116°  they  are  identical  in  composition:  that  is,  the  liquid  has  again 
become  homogeneous. 

If  more  benzoic  acid  is  added  %  the  acid  layer  only,  at  90°,  it 
is  necessary  to  raise  the  temperature  to  keep  all  the  acid  fused:  the 
line  DF  is  thus  obtained,  eading  at  F  at  the  melting-point  of  purft 
benzoic  acid,  121-4°.  DF  therefore  represents  the  melting-point- 
curve  of  the  acid,  on  addition  of  increasing  amounts  of  water. 
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Derivatives  of  Benzoic  Acid. 

297.  Benzoyl  chloride,  CeHs-COCl,  can  be  obtained  by  the  action 
of  phosphorus  pentachloride  or  oxychloride  upon  benzoic  acid,  or 
by  the  method  of  296,  5a.  It  is  a  liquid  of  disagreeable  odour,  and 
boils   at    194°.     It   is  manufactured   by   treating   benzaldehyde, 

XT 

CoHs-Cq,  with  chlorine.     Unlike  acetvl  chloride,  which  is  rapidly 

decomposed,  it  is  very  slowly  acted  upon  by  water  at  ordinary 
temperatures. 

Benzoyl  chloride  is  employed  in  the  introduction  of  the  benzoyl- 
group,  CeHs'CO — ,  into  compounds.  This  is  effected  by  a  method 
discovered  by  Baumann  and  Schotten,  which  consists  in  agitating 
the  substance  in  alkaline  solution  with  benzoyl  chloride. 

Thus,  glyceryl  irihenzoate  is  prepared  by  addition  of  small  quanti- 
ties of  caustic  potash  and  benzoyl  chloride  to  an  aqueous  solution  of 
glycerol.  The  cooled  mixture  is  constantly  agitated,  and,  finally,  caus- 
tic potash  is  added  until  the  smell  of  benzoyl  chloride  has  vanished. 

Benzoic  anhydride,  CeHsCO-O-COCeHs,  is  formed  by  the  inter- 
action of  a  benzoate  and  benzoyl  chloride: 

CeHg-CO.OJN^TCij.OOCeHg  =  NaCl+CeHgCO-O.COCeHfi. 

At  ordinary  temperatures  it  is  very  stable  towards  water,  but  is 
decomposed  w^hen  boiled  with  it,  yielding  benzoic  acid. 

The  formation  of  ethyl  benzoate  (296,  5c)  is  sometimes  employed 
as  a  test  for  ethyl  alcohol,  since  it  possesses  a  characteristic  pepper- 
mint-like odour. 

Benzamide  (296,  56),  C6H6-CONH2,  can  be  prepared  by  the 
action  of  ammonia  or  ammonium  carbonate  on  benzoyl  chloride. 
It  is  crystalline  and  dimorphous,  melting  at  130^  It  is  stated  in 
104  that  the  influence  of  the  negative  acetyl-group  causes  the  hydro- 
gen atoms  of  the  amino-group  in  acetamide  to  be  replaceable  by^ 
metals.  Benzamide  displays  this  property  to  an  even  greater 
extent,  on  account  of  the  more  negative  character  of  the  benzoyl- 
group;  for  the  values  of  the  dissociation-constants  for  acetic  acid 
and  for  benzoic  acid  respectively  are  lO^k  =  0-18  and  10*A:  =  0«60. 
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When  the  silver  compound  of  benzamide  is  treated  with  an  alkyl 
iodide  at  ordinary  temperatures,  an  0-ether,  benzoic  iminoether, 

CeHft-Cv  I  is  formed.     The  constitution  of  this  substance  is 

proved  by  its  yielding  ammonia  and  alcohol,  instead  of  ethylamine 
and  benzoic  acid,  when  treated  with  alkalis.  When,  however,  the 
silver  compound  is  treated  with  an  alkyl  iodide  at  100°,  a  iV-alkide, 

CeHs •  C  V  » is  formed.   This  is  proved  by  the  decomposition  of 

the  latter  substance  into  ethylamine  and  benzoic  acid,  so  that  the 
silver  compound  must  have  different  constitutions  at  ordinary  tem- 
peratures and  at  100°.  (247). 

Benzonitrue,  CeHg-CN,  the  methods  of  producing  which  are 
described  in  296,  3,  can  also  be  produced  similarly  to  the  aliphatic 
nitriles:  for  example,  by  the  action  of  phosphoric  oxide  upon 
benzamide.  It  is  a  liquid  with  an  odour  resembling  that  of  bitter 
almonds,  and  boils  at  191°.  It  has  all  the  properties  characteristic 
of  the  aliphatic  nitriles. 

Homologues  of  Benzole  Acid. 

PH 
2gS,  The  toluic  adds,  ^<^^«'^COOH'  ^^  formed  by  the  oxidation 

of  the  corresponding  xylenes  with  dilute  nitric  acid.  p>Toluic  acid  is 
one  of  the  oxidation-products  of  the  turpentine-oils,  which  are  first 
converted  by  oxidation  into  cymene, 

>CH(CH,)2. 

The  toluic  acids  are  only  slightly  soluble  in  cold  water. 

Phenylacetic  cund,  CoHs-CHj-COOH,  is  isomeric  with  them,  and 
can  be  obtained  by  the  method  indicated  in  the  following  scheme: 

C.Hs-CHz-Cl+KCN  -^CoHs.CHj.CN  ->CeH5-CH,-C00H. 

Benxyl  chloride  Bensyl  cyanide 

It  is  readily  distinguished  from  the  toluic  acids  by  oxidation,  which 
converts  it  into  the  monobasic  benzoic  acid,  while  the  toluic  acids 
yield  the  dibasic  phthalic  acids  (325)- 
yCOOH 
Xylic  acids,  CaHg;— CH3     ,  have  properties  corresponding  to 
\CH3 
those  of  benzoic  acid:   they,  too,  are  only  slightly  soluble  in  cold 
water. 


AROMATIC  ALDEHYDES  AND  EXTONES. 


Aldehydes. 

XT 

299.  Bemaldehyde,  GeHg^CQ,  is  the  best-known  of  the  aromatic 

aldehydes.  Like  the  aliphatic  aldehydes,  it  is  formed  by  the  oxida* 
tion  of  the  corresponding  alcohol,  benzyl  alcohol,  C6H6.CH2OH, 
and  by  distillation  of  a  mixture  of  a  benzoate  and  a  formate.  It 
is  manufactured  by  heating  bemai  chloride ^  CeHs-CHCU,  with  water 
and  calcium  carbonate,  a  method  the  aliphatic  analogue  of  which 
is  of  no  practical  importance: 


CeHs'CH 


CI2  +  TT  QfT  ~  H2O  =  CgHs  •  Cr^  +  2HC1. 


Benzaldehyde  is  isolated  from  the  crude  reaction-product  by  treat- 
ment with  an  aqueous  solution  of  sulphur  dioxide,  in  which  it  dis- 
solves with  formation  of  benzaldehydesulphurous  acid  (no,  2),  the 
other  substances  present  being  insoluble.  When  a  current  of  air 
is  passed  through  the  heated  solution,  the  benzaldehyde  is  obtained 
pure. 

The  following  methods  are  employed  in  the  preparation  of  the 

homologues  of  benzaldehyde. 

1.  When  ethyl  chioro-oxalate  is  brought  into  contact  with  an 

aromatic  hydrocarbon  in  presence  of  aluminium  chloride,  the  ethyl 

ester  of  an  a-ketonic  acid  is  produced: 

CoH,+ClCO— COOC2H5  =  CcHft-CO-COOC^Hs  +  HCl. 

Ethyl  chioro-oxalate 

The  free  acid  is  obtained  by  saponification,  and  on  dry  distillation 
loses  CO2,  with  formation  of  the  aldehyde : 


CoHs-CO-CO^H  «  C«Hs-c2  +  C02. 
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2.  An  aromatic  hydrocarbon  is  treated  with  a  mixture  of  carbon 
monoxide  and  hydrochloric  acid  in  presence  of  aluminium  chloride 
and  a  trace  of  cuprous  chloride.  It  may  be  assumed  that  formyl 
chloride,  HCOCl,  is  obtained  as  an  intermediate  product: 

CHa-CeHg+ClOCH  -  CHs-CoH^-Cq  +  HCI. 

3.  When  anhydrous  hydrocyanic  acid  and  hydrochloric  acid  are 
brought  into  contact  with  aromatic  hydrocarbons,  aldehydes  are  pro- 
duced, an  cUdime  being  formed  as  an  intermediate  product: 

C.H,+CiNH+HCl  =  CHs-CHiNH-HCl; 

Benialdime  hydrochloride 

C,H5-CH:NH-HCl-fH,0  -  CeH5.CQ+NH4a 

Benzaldehyde  occurs  in  the  natural  product,  amygdalin, 
C20H27OUN  (242);  on  this  account  it  is  called  oil  of  bitter  almonds. 
It  is  a  liquid  of  agreeable  odour,  is  slightly  soluble  in  water,  boils 
at  179°,  and  has  a  specific  gravity  1«0504  at  15°.  It  has  most  of 
the  properties  of  the  aliphatic  aldehydes:  it  is  readily  oxidized,  even 
by  the  oxygen  of  the  atmosphere  (especially  when  exposed  to  sun- 
light), reduces  an  ammoniacal  silver  solution  with  formation  of  a 
mirror,  yields  a  crystalline  addition-product  with  sodium  hydrogen 
sulphite,  adds  on  hydrocyanic  acid  and  hydrogen,  forms  an  oxime 
and  a  phenylhydrazone,  and  so  on. 

It  displays,  however,  points  of  difference  from  the  fatty  alde- 
hydes. Thus,  with  ammonia  it  does  not.  yield  a  compound  like 
aldehyde-ammonia,  but  produces  hydrohenzamidey  (CeH5CH)3N2, 
formed  by  the  union  of  three  molecules  of  benzaldehyde  and  two 
molecules  of  ammonia: 

3C6H6.C2+2H3N  =  (C6H5CH)3N2+3H20. 

The  behaviour  of  the  aromatic  aldehydes  towards  alcoholic 
potash  is  characteristic,  one  molecule  of  the  aldehyde  being  oxi- 
dized, and  the  other  reduced  (c/.,  however,  117).  Thus,  benzalde- 
hyde yields  potassium  benzoate  and  benzyl  alcohol: 

2C6H6.Cq  4-KOH  =  CeHs-COOK  4-C6H5.CH2OH. 
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The  aromatic  aldehydes  condense  readily  with  dimethylaniline 
or  phenols,  forming  derivatives  of  triphenylmethane  (366) : 


It  has  been  observed  that  during  the  oxidation  of  various  sub- 
stances in  the  air  as  much  oxygen  is  rendered  "  active  **  as  is  taken 
up  by  the  substance  under  oxidation  ("Inorganic  Chemistry/'  135): 
this  phenomenon  is  displayed  in  the  atmospheric  oxidation  of  benz- 
aldehyde.  If  it  is  left  for  several  weeks  in  contact  with  water, 
indigosulphonic  acid,  and  air,  the  same  amount  of  oxygen  is  absorbed 
in  oxidizing  the  indigo  derivative  as  in  converting  the  benzaldehyde 
into  benzoic  acid.  Von  Babyer  has  shown  that  benzoyl-hydrogen 
peroxide,  CoHaCO'O-OH,  is  formed  as  an  intermediate  product,  and 
oxidizes  the  indigosulphonic  acid,  being  itself  reduced  to  benzoic  acid : 

CeH».CH0+02  =  C.H..CO-0-OH; 

CaH.-CO-O-OH+Indigo  -  CoH,-COOH+ Oxidized  indigo. 
The  oxidation  of  benzaldehyde  in  the  air  must  be  considered,  there- 
fore, to  take  place  thus: 

CJH.-CHO+Oa  «  C.H,-CO-O.OH; 
C.H»-CO-0-OH+C«H.-CHO  -  2CeH«.C00H. 

Von  Baeter  has,  in  fact,  proved  that  benzoyl-hydrogen  peroxide 
dissolves  when  added  to  benzaldehyde,  but  that  the  liquid  gradually 
solidifies  to  pure  benzoic  acid. 

Ketones. 

300.  The  aromatic  ketones  can  be  subdivided  into  the  mixed 
aromatic-aliphatic  ketones  and  the  true  aromatic  ketones.  The 
typical  member  of  the  first  class  is  aceiophenone,  CeHs-CO-CHa. 
It  can  be  obtained  by  distilling  a  mixture  of  calcium  acetate  and 
benzoate,  or  more  readily  by  the  addition  of  aluminium  chloride  to 
a  mixture  of  benzene  and  acetyl  chloride.  It  is  a  crystalline  sub- 
stance of  agreeable  odour,  melting  at  20°  and  boiling  at  200°:  it  is 
slightly  soluble  in  water,  and  possesses  all  the  properties  of  the 
aliphatic  ketones.  It  is  employed  as  a  soporific  under  the  name 
'^hypnone." 

Bemophenonej  CeHs-CO'CeHs,  is  a  true  aromatic  ketone,  and 
can  be  obtained  by  the  dry  distillation  of  calcium  benzoate,  or 
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by  the  action  of  benzene  and  aluminium  chloride  upon  benzoyl 
chloride,  or  carbonyl  chloride.  This  compound,  although  a  true 
aromatic  derivative,  behaves  exactly  like  an  aliphatic  ketone:  on 
reduction,  it  yields  benzhydrol,  CeHs-CHOH-CeHsJ  bempinacone. 

Ait     Arr  ^  Simultaneously  formed  (156). 

OH     OH 

BoESEKEN  has  explained  the  mechanism  of  Friboel  and  Crafts' 
synthesis  (268,  2)  of  aromatic  ketones.  He  has  proved  that  the  acid 
chloride  first  unites  with  the  aluminium  chloride : 

C,H.C0C1  +  A1C1,  -  C.H.C0C1-A1C1,. 

On  addition  of  one  molecule  of  benzene,  one  molecule  of  hydrochloric 
acid  is  evolved,  with  formation  of  a  crystalline  compound : 

C.Ha-C0Cl-AlCl,+C3.  «  CeH,.C0-C5H..AlCU  +  HCI. 

When  this  compound  is  treated  with  water,  a  quantitative  yield  of 
the  ketone  is  obtained : 

CeH,-CO.GeH,.AlCl,+nH,0  -  CeH.-CO-C.H.+AlCl.-nH,0. 

The  reaction  therefore  takes  place  in  three  stages. 

Benzophenone  exists  in  two  modifications:  one  is  imstable  and 
melts  at  27°;  the  other  is  stable  and  melts  at  49®. 

The  relation  of  these  substances  to  one  another  is  one  of  mono^ 
tropy;  that  is,  at  all  temperatures  up  to  its  melting-point  the  meta- 
stable  form  changes  to  the  stable  form,  but  the  process  is  not  reversible. 
The  explanation  is  that  the  transition-point  of  the  two  modifications 
is  higher  than  the  melting-point  of  the  metastable  isomeride. 

For  a  substance  with  a  transition-point  (0),  the  vapour-pressure, 
p,  in  the  neighbourhood  of  this  point  is  represented  by  Fig.  79 
("Inorganic  Chemistry,"  70).  AB  is  the  vapour-pressure  curve  of 
the  fused  substance.  Its  direction  must  be  such  that  on  the  right 
it  lies  lower  than  any  other  curve ;  that  is,  it  must  be  nearest  to  the 
horizontal  axis.  Since  rise  of  temperature  ultimately  occasions  the 
fusion  of  all  solid  forms,  above  a  certain  temperature,  definite  for 
each  substance,  the  liquid  phase  must  be  the  most  stable;  in  other 
words,  it  must  have  the  lowest  vapour-pressure.  0«-  is  the  melting- 
point  of  the  metastable  modification,  which  is  higher  than  the 
transition-point:  Os^  is  that  of  the  stable  modification. 
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AB  can,  however,  be  so  situated  that  «•  and  8,  are  below  0  (F1g» 
80).  Here  the  melting-point  is  lower  than  the  transition-point  0, 
so  that  the  latter  cannot  be  attained.  The  metastable  modification 
then  remains  in  the  metastable  state  up  to  its  melting-point,  the 


Fig.  79. — ^Enantiotropic 

Substance. 


Fig.  80. — ^Monotropic 
sobstance. 


substance  being  monoiropic.  In  the  more  usual  case  of  enantiotropy, 
on  ripe  of  temperature  the  compound  first  attains  the  transition-point, 
then  undergoes  transformation,  and  finally  melts. 

Ozimes. 

301.  Some  of  the  oximes  of  the  aromatic  aldehydes  and  ketones 
exhibit  a  peculiar  kind  of  isomerism.  Thus,  there  are  two  isomer- 
ides  of  benzaldoxime,  bemsintialdoximey  a  liquid  boiling  without 
decomposition;  and  bemsynaldoximef  which  is  solid,  and  on  treat- 
ment with  acetic  anhydride  readily  loses  water,  forming  benzonitrile: 

CeHfiCIH 

III        =C6H6.C=Nh-H20. 
NjOH 

With  acetic  anhydride,  the  anitaldoxime  yields  an  acetyl-derivative. 

It   has   been   proved   that   no   isomerides   of   the   ketoximes 

R 

jj,>C:NOH  exist,  when  R  and  R'  are  similar:  when  these  groups 

are  dissinciilar,  two  isomerides  are  known.  Benzophenoneoxime 
and  its  derivatives  furnish  examples.  Despite  many  attempts  to 
prepare  an  isomeride,  benzophenoneoxime  is  known  in  only  one 
modification.  When,  however,  hydrogen  in  one  phenyl-group  is  sub- 
stituted, two  isomeric  oximes  can  be  obtained.  Monochlorobenzophe-- 
none  J  C6H5«CO»C6H4CI,  monobromobenzophenone,  C6H6-CO-C6H4Br, 
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iolylphenylket(me,  CH3*G6H4*CX)*G6H5,  and  anisylphenylketanej 
CH30«C6H4-CO«CeH6,  are  examples  of  ketones  which  yield  two 
isomeric  oximes.  Many  other  compounds  of  this  type  could  be 
<;ited. 

After  several  ineflFectual  attempts  to  explain  such  isomerism 
by  the  ordinary  structural  formulae,  the  following  stereochemical 
explanation  of  the- observed  facts  has  been  adopted.  It  is  assumed 
that  the  three  affinities  of  the  N-atom  are  directed  towards  the 
angles  of  a  tetrahedron,  the  nitrogen  atom  itself  being  situated  at 
the  fourth  angle: 

N 


When  the  three  nitrogen  bonds  are  linked  to  carbon,  as  in  the 
nitrites,  the  following  spacial  representation  is  obtained: 


CH 

III  = 

N 

N 

Stereoisomerism  is  here  impossible:  experience  has  shown  that 
none  of  the  numerous  nitriles  known  occurs  in  two  forms  due  to 
isomerism  in  the  CN-groups. 

When,  however,  the  nitrogen  atom  is  linked  to  carbon  by  two 
bondS;  two  isomeric  forms  become  possible: 


and 


These  can  be  more  readily  represented  by 

X— C— Y  X— C— Y 

II  and  II        . 

N— Z  Z— N 
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It  is  apparent  that  different  configurations  for  such  compounds  are 
only  obtained  when  X  and  Y  are  different,  since  when  they  are 
similar  the  figures  become  identical.  This  agrees  with  the  facts 
stated  at  the  beginning  of  this  section. 

It  can  also  be  determined  which  configuration  represents  each 
isomeride.     The  two  isomeric  benzaldoximes  have  the  formulse 

CeHs — C — H  CqHs — C — H 

II  and  !|        . 

N— OH  HO— N 

BenMj/rtaldoxime  Bensan<taldoxime 

1.  11. 

Iti  formula  I.,  H  and  OH  are  nearer  together  than  in  formula  II. 
This  proximity  explains  the  facility  with  which  one  molecule  of 
water  is  eliminated  from  one  aldoxime  {syn),  and  not  from  the  other 
{ardi).  On  this  account  configuration  I.  is  assigned  to  the  synaldox- 
ime»  and  configuration  II.  to  the  an^ialdoxime. 

The  configuration  of  the  ketoximes  can  be  determined  by  the 
Beckmann  transformation  (1x2),  as  is  made  clear  in  the  following 
•example.    Two  isomerides  of  aniaylphenylk^xime  are  known, 

CHsO  -CeH^— C— CeHs  CH3O  -CeH^— C— CHj 

II  and  II 

N— OH  HO— N 

I.  II. 

the  first  melting  at  137°  and  the  second  at  116°.  By  the  Beckmann 
transformation y  the  oxime  of  higher  melting-point  3delds  the  anilide 
of  anisic  acid;  that  of  lower  melting-point,  the  aniside  of  benzoic 
acid.  The  former  must  therefore  have  configuration  I.,  and  the 
second  configuration  II..  because  in  I.  the  groups  OH  and  CeHj  are 
iuijacent,  and  exchange  places: 

CHsO-CeH^— C— OH         CH,0-CeH4— Cr:=0 

N— CaHs  NH-€flHj 

Tke  anilide  of  anisic  acid,  CH80«CeH4-COOH,  is  thus  produced.  In 
H.,  anisyl  (CH50-CeH4T-)  and  OH  are  adjacent,  and  exchange  places, 
jdelding  the  aniside  of  benzoic  acid : 

HO— C— CbHs  0=C— CeHs 

CHgO.C6H4-^N  CHjO-CoH^— NH 
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I.  duzo-compouuds. 

302.  The  diazo-compounds  of  the  aromatic  series,  discovered  by 
Griess  in  1860,  are  not  merely  of  theoretical  importance,  but  play 
an  important  part  in  the  manufacture  of  dyes.  In  the  aliphatic 
series  only  amino-compounds  of  a  special  kind  yield  diazo-com- 
pounds (201),  while  their  formation  is  a  general  reaction  of  the 
primary  aromatic  amines.  The  property  of  undergoing  dixizotizaiion 
is  charaderidic  of  aromatic  amines. 

All  diazo-compounds  contain  the  group  — N^ — .  Hantzsch  has 
classified  them  in  two  divisions. 

Ar.N.X 
1.  Substances  with  the  structural  formula         III      ,  in  which 


i 


Ar  represents  phenyl,  CeHs,  and  its  homologues  and  derivatives. 
They  are  called  diazonium  saUs,  and  are  analogous  to  the  ammonium 
salts. 

II.  Substances  with  the  structural  formula  Ar-N=N*X.  These 
derivatives  are  called  diazo-compounds ,  and  resemble  the  azo-com* 
pounds.    They  are  known  in  two  stereoisomeric  modifications. 

Ar-N 

1.  Compounds  with  the  stereochemical  formula       ||.     They 

X.N 
are  called  syndiazo-compoundSj  are  unstable,  and  can  be  isolated  only 
in  certain  cases. 

Ar.N 

2.  Compounds  with    the    stereochemical    formula        ||      ,  or 

N-X 

£Lntidiazo<ompounds,  which  are  stable. 

406 
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Intrinsically  I  the  diazonium  compounds  are  of  slight  import* 
ance,  but  the  numerous  transformations  which  they  can  undergo, 
with  formation  of  a  great  number  of  derivatives,  render  them 
much  more  important  than  the  diazo-compounds,  and  account  for 
their  great  significance  in  the  chemistry  of  the  aromatic  compounds. 

Diazonium  compounds  are  formed  by  the  action  of  nitrous  acid 
upon  the  salts  of  aromatic  amines: 

CeHfi.NHa.HNOaH-HNOa  =  2H20+C«jH5.N2.N03. 

Aniline  nitrate  iBenaenediaxonium  nitrate 

This  is  effected  by  adding  a  solution  of  sodium  nitrite  to  a  solution 
containing  an  equimolecular  proportion  of  the  amine-salt  and  an 
equivalent  quantity  of  a  free  mineral  acid,  the  reaction-mixture 
being  cooled  by  the  addition  of  ice,  as  the  diazonium  compounds 
decompose  very  readily.  A  solution  of  the  benzenediazonium  salt 
is  thus  obtained. 

To  isolate  such  a  salt  as  benzenediazonium  Moridey  C6H6»N2*Cl; 
in  the  solid  state,  a  small  quantity  of  concentrated  hydrochloric  acid 
is  added  to  an  alcoholic  solution  of  aniline  hydrochloride,  and  then 
amyl  nitrite,  whereupon  the  diazonium  chloride  cr3rstallize8  out.  The 
dry  diazonium  salts  are  excessively  explosive,  and  must,  therefore, 
be  handled  with  great  care.  In  aqueous  solution  they  are  harmless, 
and  as  they  yield  derivatives  without  being  isolated,  they  are  seldom 
prepared  in  the  solid  state. 

The  constitution  indicated  for  the  diazonium  salts  is  inferred 
from  the  following  considerations. 

The  group  N2X  of  the  diazonium  compounds,  in  which  X 
represents  an  acid-residue,  is  only  linked  to  one  carbon  atom  of  the 
benzene-nucleus,  for  all  their  transformations  produce  sub- 
stances containing  a  group  likewise  linked  to  only  one  carbon  atom 
of  the  nucleus. 

In  many  respects  the  group  C6H5»N2 —  behaves  similarly  to  an 
alkali-metal,  and  still  more  to  the  ammonium  radical.  With  strong 
mineral  acids  it  forms  colourless  salts  of  neutral  reaction,  like  KCl 
and  NH4CI,  while  its  salts  with  carbonic  acid  resemble  the  alkali- 
metal  carbonates  in  having  an  alkaline  reaction,  due  to  hydrolytic 
dissociation.  The  conductivity  of  the  diazonium  salts  of  hydro- 
chloric acid  and  other  acids  indicates  that  they  are  as  strongly 
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ionzed  as  KCl  and  NH4CI.  Similarly,  diazonium  chlorides  yield 
complex  platinum  salts,  such  as  (C6H5N2Cl)2PtCl4,  soluble  with  diffi- 
culty in  water.  Other  analogous  salts,  such  as  (C6H6N2Cl)AuCl3, 
have  also  been  obtained.  Free  bemenediazonium  hydr oxides 
CeH5«N2'0H,  is  only  known  in  the  form  of  an  aqueous  solution, 
which  has  a  strongly  alkaline  reaction.  It  is  obtained  by  treating 
the  aqueous  solution  of  the  chloride  with  silver  oxide,  or  by  the 
addition  of  the  equivalent  quantity'  of  baryta-water  to  the  sulphate. 
Like  caustic-potash  solution,  it  is  colourless,  but  through  decom- 
position gradually  deposits  a  flocculent,  resin-like  substance. 

The  existence  of  a  quinquivalent  N-atom  in  the  diazonium  salts, 
as  in  the  ammonium  salts,  must  therefore  be  assumed,  the  basic 
properties  of  the  members  of  each  class  being  due  to  its  presence. 
Two  formulae  are  thus  possible: 

C6H5N=N.X    or    CeHgN^J.     . 

For  reasons  given  in  304,  the  preference  must  be  given  to  the  second. 

Benzenediazonium  hydroxide  is  a  strong  base,  but  reacts  with 
alkalis  in  a  manner  quite  unknown  among  the  strong  mineral  bases. 
When  a  diazonium  salt  is  added  to  a  strong  solution  of  caustic  potash, 
a  potassium  derivative,  CeHs-Nj-OK,  separates  out.  The  reaction 
takes  place  not  only  in  concentrated,  but  also  in  dilute,  solutions. 
When  a  dilute  solution  of  benzenediazonium  hydroxide  is  treated 
with  an  equivalent  quantity  of  caustic  soda  in  dilute  solution,  the 
molecular  conductivity  of  the  mixture  is  considerably  less  than  the 
sum  of  the  two  electric  conductivities  of  the  solutions  separately.  It 
follows  that  a  portion  of  the  ions  (CeHsNjO)'^!!*  and  Na'+OH', 
which  have  been  brought  into  contact,  have  changed  to  the  non- 
ionized  state — union  of  H'  and  OH';  that  is,  a  salt  must  have  been 
formed. 

Thus,  the  diazonium  hydroxide,  which  is  a  strong  base,  appears 

to  behave  like  an  acid  also.     Since  this  is  very  improbable,  H.\ntzsch 

assumes  that  an  equilibrium  exists  in  the  aqueous  solution  between 

the  diazonium  hydroxide  and  the  syndiazohydroxide  (303): 

CoHsN.OH-^CHjK 

ill  -  II 

N  HON 

Diasonium  «2/nDiaso- 

hydroxide  hydroxide 

He  supposes  that  the  alkali-metal  compounds  are  derived  from 
the  latter  substance. 
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Reactions  of  the  Diazonium  Compounds. 

303.  Many  of  the  reactions  of  the  diazonium  compounds  are 
characterized  by  the  elimination  from  the  molecule  of  the  group 
— N2 —  as  free  nitrogen,  and  its  replacement  by  a  substituent  linked 
by  a  single  bond  to  the  benzene-nucleus.  Extended  research  has 
revealed  the  conditions  best  suited  for  obtaining  nearly  quantita- 
tive results  in  most  of  these  reactions. 

1.  Replacement  of  the  N^rW^oup  by  hydroxyl. — This  reaction  is 
effected  by  allowing  the  aqueous  solution  of  the  diazonium  salt  to 
stand,  or  by  warming  it: 

CeHfi-Ng-Cl+HOH  =  CeHg-OH+Ng+HCl. 

2.  Replacement  by  an  alkoxyl-group,  — 0-CnH2n+i- — This  re- 
placement is  carried  out  by  boiling  a  diazonium  salt  with  alcohol: 


CeH5>N2>  [HSO4  +H|0>C2H5  =  C6H5O.C2H5+N2+H2SO4. 


3.  Replacement  of  the  diazontumrgroup  by  hydrogen, — Under  cer- 
tain conditions  the  diazonium  salts  do  not  yield  alkoxyl-compounds 
with  alcohols,  but  produce  the  corresponding  hydrogen  compound, 
the  alcohol  being  converted  into  aldehyde: 

N02-C6H4-N2-C1+C2H50H  =  N02-C6H6H-C2H40-fN2-fHCl. 

p-Nitrobemenediaxonium  Nitro-  Aoetal- 

chloride  beniene  dehyde 

By  this  treatment,  p-diazobemenesulphonic  acid, 

when  treated  with  methyl  alcohol  under  diminished  pressure,  yields 

only  benzenesulphonic  acid,  the  diazonium-group  being  therefore  only 

replaced  by  hydrogen.     Under  a  pressure  '^f  thirty  atmospheres, 

SO  H 
however,  only  am'solesulpkonic acidy  ^ti^4<Qrii '  *®  f^^™®^*  ^'  being 

replaced  by  the  methoxyl-group,  — OCH5. 

4.  Replacement  of  the  diazonium-group  by  halogens. — This  reac- 
tion is  effected  by  treating  a  solution  of  diazonium  chloride  either 
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with  cuprous  chloride  dissolved  in  concentrated  hydrochloric  acid 
(Sandmeyer),  or  with  finely-divided  copper  (Gattermann): 

CeHfi-Nz-Cl^  C6H5.CI+N2. 

Cuprous  chloride  and  finely-divided  copper  have  a  catalytic 
action:  it  is  probable  that  a  copper  compound  is  formed  as  an  inter- 
mediate product,  and  afterwards  decomposed. 

Replacement  by  bromine  is  carried  out  similarly:  thus,  in  the 
preparation  of  bromobenzene,  a  solution  of  potassium  bromide  is 
added  to  an  aqueous  solution  of  benzenediazonium  sulphate  con- 
.  taining  free  sulphuric  acid ;  on  addition  of  copper-dust  to  this  mix- 
ture, nitrogen  is  evolved,  and  bromobenzene  formed. 

Replacement  by  iodine  takes  place  readily  when  a  warm  solution 
of  potassium  iodide  is  added  to  a  diazonium  sulphate  solution:  it  is 
unnecessary  to  employ  copper  or  cuprous  chloride. 

5.  Replacement  of  the  diazoniumrgroup  by  the  CN-^oup. — ^This 
replacement,  too,  readily  takes  place  in  presence  of  copper  com- 
pounds. The  solution  of  the  diazonium  salt  is  added  to  one  of 
potassium  cuprous  cyanide: 

CeHfi.Ng-Cl-hKCN  =  CeHs-CN+Na+KCl. 

This  reaction  is  of  great  importance  for  the  synthesis  of  aromatic 
acids,  which  can  be  obtained  by  hydrolyzing  the  resulting  nitriles. 

6.  Other  reactions. — When  diazoniiun  salts  react  with  sulphuretted 
hydrogen,  compounds  containing  sulphur  linked  to  the  benzene- 
nucleus  are  produced.  By  this  treatment,  benzenediazonium  chlo- 
ride yields  phenyl  sulphide,  (C6H5)aS2  two  molecules  of  the  chloride 
reacting  with  one  of  sulphuretted  hydrogen. 

The  Nr-group  can  also  be  replaced  by  aromatic  hydrocarbon- 
residues.  Thus,  dtphenylj  CeHj-CeHj,  is  obtained  by  treating  dry 
benzenediazonium  chloride  with  benzene  in  presence  of  a  small 
quantity  of  aluminium  chloride : 

CHs-Nj.Cl  +  H.CeHB  «  CeHj-CeHB+Nj+Ha 

These  reactions  illustrate  the  importance  of  the  diazonium  salts 
as  intermediate  products  in  the  preparation  of  numerous  sub- 
stances. Since  they  are  derived  from  the  amines,  which  are  pre- 
pared by  the  reduction  of  nitro-compounds,  it  is  evident  that  the 
nitration  of  aromatic  derivatives  is  a  reaction  of  great  importance, 
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for  the  nitro-group  can  be  replaced  at  will  by  almost  all  other  ele- 
ments or  groups  by  means  of  the  amino-compounds  and  diazonium 
compounds. 

Hantzsch  has  explained  the  reactions  of  the  diazonium  com- 
pounds by  assmning  that  they  themselves  do  not  enter  into  reaction, 
but  are  first  converted  into  «yndiazo-compound8,  which  then  decom- 
pose with  evolution  of  nitrogen.  The  formation  of  phenol  must 
be  represented  thus: 

CeHg  OH  CbHs   oh        CeHgOH 

I  I        I         ->       Phenol 

N=N  +         -HC1+     N=N  N=N: 

I  «ynDiaso- 

i,.  jj  hydroxide 

Diasonium 
chloride 

and  that  of  chlorobenzene  thus: 


C,H,         a                C,H,  CI              CACl 

1                                               1        1      —^     Chiorobenjena 

N^N  + 

-HC1+     N— N               N— N. 

i     . 

•yiiDiaso- 
l                         chloride 

The  reactions  between  diazonium  salts  and  alcohol  are  explained 

as  follows: 

CeHs         OCHs       /CeHs  OC^HA       CeH^-OCHs  t^^^^X^'j* 

a          H                  Clr-H                   CI— H^ 

CeHs                         H      CeHj—H  [Formation  of  a  hydrocarbon.] 

N=N  +              -^  N~N 

CI             CaHjO 

ClOCaHj  [DecompoBitionintoHaandaldehyde.CgHiOJ 

As  these  transformations  of  diazonium  salts  cannot  be  repre- 
sented by  the  aid  of  the  other  possiUe  structural  formula, 
CeHs'N^N'X,  it  is  evident  that  it  must  be  rejected  (302). 

Most  of  the  9i/miiazo-com pounds  are  very  unstable.  They 
ehange  readily  into  an^idiazo-compounds,  in  which  it  is  assumed 
that  the  phenyl-group  and  acid*residue  are  not  contiguous,  and 
therefore  can  no  longer  unite: 

CeH5  X  CsHj 

I         I  '  N=N 

N=N  I 

X 

•vnDiaso-com  pound;  an/iDiaEO-cnmpound ; 

CeHs  and  X  can  unite  C0H5  and  X  cannot  unite 
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In  certain  cases,  such  as  that  of  the  diazocyanides,  Hantzsch  has 
been  able  to  isolate  these  intermediate  products,  and  thus  afford  a 
proof  of  these  views.  For  example,  when  cyanides  are  added  to 
diazotized  p-chlorocaiiline,  Cl«CeH4«NH2,  p-chlorol}emon%trile, 
Cl*CeH4*CN,  is  not  immediately  formed:  it  is  possible  to  isolate  a 
yellow  intermediate  product,  Cl-CeHi-Nj-CN,  which  yields  p- 
chlorobenzonitrile  after  addition  of  copper-dust,  the  action  being 
accompanied  by  an  energetic  evolution  of  nitrogen.  This  yellow 
intermediate  p-Morobemenesyndiazoq^anide  is,  however,  very  un- 
stable, and  speedily  changes  to  an  isomeride  (the  an^i-compound) 
which  does  not  react  with  copper^ust.  Stereochemical  th^ry  thus 
affords  a  satisfactory  explanation  of  the  observed  phenomena. 

It  might  be  suggested  that  the  unstable  primary  product  is  dia- 
zonium  cyanide, 

CeHfi.N-CN 

III      . 

N 

It  is  evident  that  it  is  not,  for  such  a  cyanide  must  have  properties 
analogous  to  those  of  potassium  cyanide;  it  must  be  colourless,  like 
the  other  diazonium  salts,  and  it  must  have  an  alkaline  reaction  ia 
aqueous  solution,  and  conduct  electricity,  whereas  the  unstable 
primary  product  possesses  none  of  these  properties. 

Moreover,  an  anisole  derivative,  CHsO'CeH^Nj^CN,  was  discov- 
ered by  Hantzsch,  which  must  be  looked  upon  as  a  diazonium 
cyanide,  since  its  aqueous  solution  exhibits  all  these  properties. 

The  SiXiiidiazoxidea,  or  axitidiazotates, 

Ar-N 

II 
N-OMe 

are  reacMly  converted  by  addition  of  acids  into  nitrosamines.  Free 
eJiiidiazDhydroxide8f*OT  ajitidiazohydrates,  react  thus: 

Ar.N  Ar.NH 

II  -  I     . 

v.OH  NO 

a»K»Dia«ohydn>1S^      Nitroeamine 

The  relation  of  thesa  two  classes^^»^9SU9P#*l|^^  other  is 
that  of  acids  to  pseudo-sLcids.  The  an/zdi^znh  J.l>^Whibit  the 
reactions  characteristic  of  the  hydroxyl-group,  and  m^^*^^"' 
are-especially  in  solution-very  unstable.  Thev  ar^  ^  .^^^"' 
verted  into  the  corresponding  ;,«eu^.-acids, '  or  nitJo^mTn  ^ 
which  alkalis  at  once  regenerate  the  corresponding  anS^        ' 
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In  accordance  with  the  foregoing  formula,  the  nitrosamines, 
unlike  the  an^idiazohydroxides,  are  indifferent  towards  reagents  for 
the  hydroxyl-group.  Their  pseudo-sxiidic  character  is  indicated  J^y 
the  facts  that  they  are  non-electrolytes  of  neutral  reaction,  and  do 
not  form  salts  with  ammonia. 

304.  The  importance  of  the  diazonium  compounds  is  not  con- 
fined to  reactions  in  which  the  nitrogen  atoms  are  eliminated,  since 
important  derivatives  in  which  they  are  retained  are  known. 

1.  Diazoamino-compounds  are  obtained  by  the  action  of  primary 
and  secondary  amines  upon  diazonium  salts: 


CeHg'Na-  ICTTHlNHCeHfi  -  CeHs-Nz-NHCeHg+HCl. 

Diasoainlnobeniene 

They  are  also  produced  when  nitrous  acid  reacts  with  free  aniline, 
instead  of  with  an  aniline  salt.  It  may  be  supposed  that  in  this 
reaction  benzenediazonium  hydroxide,  or  benzenediazohydroxide 
Ls  first  formed;  and  is  at  once  attacked  by  a  molecule  of  the  aniline 
still  present: 

I.  CeHfi-NHa+HNOa  =  CcHs-Ng-OH+HaO. 


II.  CeHs-Ng- iOH+HlNHCyifi  =  C6H5.N:N.NHCeH5+H20. 

Benaenediasohydroxide 

The  diazoamino-compounds  are  crystalline,  and  have  a  yellow 
colour.  They  do  not  unite  with  acids.  In  acid  solution,  they  are 
converted  by  treatment  with  nitrous  acid  into  diazonium  salts: 

C6H5.N:N.NHC6H6+HN02+2HC1  =  2C6H5-N2-C1+2H20. 

The  most  characteristic  property  of  the  diazoamino-compounds 
is  the  readiness  with  which  they  can  be  transformed  into  isomerides, 
the  amino<iz(h€(mipound8: 

C6H5-N:N— NH^75^H  ■->C6H5>N:N<(^^^NH2, 

DiaxoaminobenieQe  AminoasobenMb^ 

This  is  effected  by  adding  aniline  hydrochloride  to  a  solution  of 
diazoaminobenzene  in  aniline,  and  warming  the  mixture  on  the 
water-bath. 

The  amino-group  in  aminoazobenzene  is  in  the  para-position  to 
the  azo-group.  When  the  jxira-position  is  already  occupied,  the 
amino-group  takes  up  the  or^^o-position.  Aminoazobenzene  and 
many  of  its  derivatives  are  dyes  (320). 


N 
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The  equation  indicates  that  the  transformation  of  diazoamino- 
benzene  into  aminoazobenzene  is  a  unimolecular  reaction  ("Inor- 
ganic Chemistry,"  50).  Goldschmidt  proved  by  experiment  that 
this  view  is  correct.  He  dissolved  diazoaminobenzene  in  aniUne,  and 
determined  the  quantity  of  diazoaminobenzene  still  present  after  the 
lapse  of  known  periods  of  time. 

The  aniline  hydrochloride  added  in  this  reaction  has  merely  a 
catalytic,  accelerating  effect  upon  the  reaction,  as  is  proved,  inter 
aJtiay  by  the  uniform  rise  in  the  velocity-constant  with  increase  in 
the  amount  of  aniline  hydrochloride. 

2.  Diazonium  salts  unit^^^ith  tertiary  amines  at  the  para- 
position:  c^^^'' 


C6H6.N2-(crTH]C6H4-N(CH3)2-C6H6-N:N.C6H4-N(CH3)2+HCl, 

Dimethylanilin«  DimethyUminoaiobeiiaeiie 

3.  They  react  similarly  with  phenols,  forming  hydToxyaz(hco7n^ 
pounds.    This  combination  takes  place  in  presence  of  alkalis; 


C6H5-N2-|Cr+HJC6H40H  =  C6H6.N:N.C6H40H+HC1. 

Phenol  Hydroxyazobenaene 

Important  dyes  are  also  derived  from  hydroxyazobenxene  (322). 

U.    HYDRAZINES. 

305.  The  typical  derivative  of  hydrazine  is  phenylhydrasine, 
GeH5*NH-NH2,  referred  to  several  times  in  the  aliphatic  series  in 
connection  with  its  action  on  aldehydes,  ketones,  and  sugars  (112, 
208,  and  212).  It  is  formed  by  the  reduction  of  the  diazonium 
salts;  for  example,  from  benzenediazonium  chloride  by  the  action 
of  the  calculated  quantity  of  stannous  chloride  dissolved  in  hydro* 
chloric  acid: 

C6H5.N2-C1+4H  =  CeHg.NH— NH2-HC1. 

It  can  also  be  obtained  by  transforming  the  diazonium  salt  into  a 
diazosulphonate  by  means  of  an  alkali-metal  sulphite,  reducing  the 
diazosulphonate  with  zinc-dust  and  acetic  acid,  and  eliminating  the 
sulpho-group  by  boiling  with  hydrochloric  acid: 

I.  C6H5-N2-Cl+Na2S03  =  C6H5-N:N.S03Na+NaCl. 

Sodium  diasobensenesulphonate 

II.  C6HvN:N.S03Na+2H  =  CeHe-NH-NH-SOaNa. 

Sodium  pheaylhydraiinesulphonate 

III.  CeHe-NH-NH-SOsNa+HzO  =  CeHs-NH-NHj+NaHSO*. 

PhenylhydraziDe 


i  305]  PHENYLHYDRAZINE.  415 

In  practice,  this  apparently  roundabout  way  is  simple,  since  the 
intermediate  products  need  not  be  isolated.  It  is  sufficient  to 
mix  solutions  of  the  diazonium  salt  and  of  the  sulphite,  add  the 
acetic  acid  and  zinc-dust,  and  filter  off  the  excess  of  zinc.  The 
filtrate  is  then  boiled  with  fuming  hydrochloric  acid,  whereupon 
the  hydrochloride,  CeHs •  NH  •  NH2  •  HCl,  separates  out,  being  soluble 
with  difficulty  in  water,  and  almost  insoluble  in  hydrochloric  acid. 

Phenylhydrazine  is  a  colourless,  oily  liquid,  turning  brown  in 
the  air.  Its  melting-point  is  17-5°,  and  its  boiling-point  241®: 
when  boiled  under  ordinary  pressure,  it  undergoes  slight  decom- 
position.    It  is  only  slightly  soluble  in  water. 

Phenylhydrazine  is  decomposed  by  enei^etic  reduction  into 
aniline  and  ammonia.  It  is  very  sensitive  towards  oxidizing  agents, 
its  sulphate  being  oxidized  to  the  diazonium  salt  by  mercuric  oxide. 
Oxidation  usually  goes  further,  however,  the  nitrogen  being  elimi- 
nated from  the  molecule.  Thus,  an  alkaline  copper  solution  con- 
verts it  into  w^ater,  nitrogen,  and  benzene.  Phenylhydrazine  has  a 
wholly  basic  character:  it  yields  well-defined  crystalline  salts. 

Phenylhydrazine  is  proved  thus  to  have  the  constitutional  for- 
mula C6H6-NH-NH2.  A  secondary  amine  is  converted  by  nitrous 
acid  into  the  corresponding  nitrosaminc^ 

CeHs  •  N  <  (. jj^  ->  QHs .  N  <  p jj^. 

Monomethylanilioe         Nitroflometliylaniline 

On  careful  reduction,  this  substance  yields  methylphenylhydrazine, 

NH 
CeH5-N<pTT^,  which  can  also  be  obtained  from  phenylhydrazine 

by  the  action  of  sodium,  one  hydrogen  atom  being  replaced  by  the 
metal.  On  treatment  of  this  sodium  compound  with  methyl  iodide, 
the  same  methylphenylhydrazine  is  formed : 

CtjHfi.NH.NHa -^  CaHs-N <  JJ^^  ->  CeHfi.N  <^^2^ 


COMPOUNDS  CONTAINING  AN  UNSATURATED  SIDE-CHAIN 


Hydrocarbons. 

306.  SfyroUj  CeHg-CH  iCHj,  derives  its  name  from  its  occurrence  in 
storax.  It  can  be  obtained  from  cinnamicacid,CeH5«CH  :CH  -COOH, 
by  heating  it,  whereupon  carbon  dioxide  is  eliminated.  It  is  a  liquid 
of  agreeable  odour,  and  boils  at  146^.  It  is  converted  on  heating, 
and  also  slowly  on  standing  at  ordinary  temperatures,  into  a  vitreous 
mass  called  tnetastyrole,  a  polymeride  of  unknown  molecular  weight. 
Styrole  has  the  power,  characteristic  of  substances  containing  a 
double  linking,  of  forming  addition-products.  On  treatment  with 
nitric  acid,  it  yields  nitroBtyroU,  CeHg-CHrCH'NOj,  with  the  nitro- 
group  in  the  side-chain.  The  constitution  of  this  compound  follows 
from  its  formation  by  the  condensation  of  benzaldehyde  with  nitro- 
methane,  under  the  catal^rtic  influence  of  alcoholic  potash: 

CeHg-CfOTHjCH'NO,  -  CeHe.CHiCH.NOj+HjO. 

Phenylacetyleney  CeHg-C^CH,  can  be  obtained  by  treating 
acetophenone  with  phosphorus  pentachloride,  and  acting  on  the 
resulting  compound,  CeHj-CCla'CHs,  with  caustic  potash;  or  from 
phenylpropiolic  acid,  CeHs-CiC'CGGH,  by  heating  its  cupric  salt 
with  water.  In  many  resjjects  it  resembles  acetylene ;  for  example, 
it  yields  metallic  derivatives.  On  solution  in  concentrated  sulphuric 
acid,  it  takes  up  one  molecule  of  water,  forming  acetophenone. 

• 
Alcohols  and  Aldehydes. 

307.  Cinnamyl  alcohol,  CeHg-CHiCH-CHjOH,  is  the  only  repre- 
sentative of  the  unsaturated  alcohols  which  need  be  mentioned.  It 
is  a  crystalline  substance  with  an  odour  of  hyacinths,  and  is  present 
as  an  ester  in  storax.  Careful  oxidation  converts  it  into  cinnamic 
acid  (309),  and  more  vigorous  oxidation  into  benzoic  acid. 

308.  CinnamcUdehydey  CeHj-CHiCH  -Cq,  is  the  chief  constituent 

of  oil  of  cinnamon,  from  which  it  can  be  obtained  by  means  of  its 

416 


$309]  CINNAMIC  ACID,  417 

sulphite  compound.    It  is  an  oil  of  agreeable  odour,  and  boils  at 
246^.     It  is  resinified  by  strong  acids,  and  with  ammonia  yields  hydrih 
■    cinnamide,  NaCCeHsQsHs)^,  analogous  to  hydrobenzamide  (399). 

Acids. 

309.  Of  the  unsaturated  acids,  cinnamic  acid, 

CeHfi-CHrCH.CObH, 

is  the  most  important.  It  is  present  in  some  balsams,  and  in 
storax.  It  is  manufactured  by  a  synthetic  method  discovered  by 
Sir  William  Perkin. 

Benzaldehyde  is  heated  with  acetic  anhydride,  in  presence  of 
sodium  acetate  as  a  catalyzer: 

CoHs.CQ+HaCH.CO.O.CO-CHa-CeHft-CHiCH.CO.O.CO.CHa; 

Beoialdeliyda  Aoetio  anhydride 

-fHgO  =  CeHfi-CHrCH.COOH+HO.CO-CHa. 

CSmmmic  add  Aoetio  add 

Perkin's  synthesis  can  be  carried  out  with  substituted  benz- 
aldehydes  on  the  one  hand,  and  with  homologues  of  acetic  acid  or 
with  dibasic  acids  on  the  other,  so  that  it  is  possible  to  obtain  a 
great  number  of  unsaturated  aromatic  acids  by  its  aid. 

Cinnamic  acid  can  also  be  got  by  the  action  of  benzal  chloride 
(312),  CaHj-CHClj,  upon  sodium  acetate.  It  can  further  be  synthe- 
sized by  the  condensation  of  malonic  acid  with  benzaldehyde,  which 
takes  place  readily  under  the  catalytic  influence  of  ammonia,  one 
molecule  of  carbon  dioxide  being  eliminated : 


(H00C)jq[Hj+c]^-C«^5  .  CeH5-CH:CH.COOH+COa+HaO. 

Malonio  add 

Cinnamic  acid  is  a  crystalline  substance,  melts  at  134®,  and  dis- 
fsolves  with  difficulty  in  cold  water.  In  all  respects  it  possesses  the 
character  of  a  substance  with  a  double  bond,  and  therefore  forms 
addition-products  and  reduces  von  Baeyer's  reagent  (123). 

Its  constitution  indicates  that  two  stereoisomerides  are  possible: 

CeH^ — C — H  CeHs — C — H 

II  and  II        . 

H-C— COOH  COOH— C— H 

Three  tsomerides,  however,  are  known:  ordinary  cinnamic  acid, 
sJloeinnamic  acid,  and  isoctnnamic  add.  In  this  instance  the  facts 
are  at  variance  with  the  theory. 


POLYSUBSTITUTED  DERIVATIVES  COIfTAINING 
SIMILAR  SUBSTITUEITTS. 

3I0,  The  number  of  polysubstituted  derivatives  of  benzene  and 
its  homologues  is  very  great.  The  hydrogen  atoms  of  these  hydro- 
carbons can  be  replaced  not  only  by  two  or  more  similar  groups, 
but  also  by  two  or  more  different  groups.  For  each  disubstitution- 
product  and  for  each  trisubstitution-product  of  benzeae  three 
isomerides  are  possible  when  the  substituents  are  similar.  In  the 
homologues  of  benzene,  substitution  can  take  place  wholly  or  partly 
in  the  side-chain:  thus,  the  following  isomerides  are  theoretically 
possible  for  a  compound  C7H6CI2: 

CI 

<(^^^H3        C1<^^^H3        C1<(^^^H3        <(^^n3 

CI  CI  CI  CI  CI 

(1)  (2)  (3)  (4) 

CI  CI 

^^^CHa  <^^CH3  <(~yCH2Cl 

CI  CI  CI 

(5)  (6)  (7) 


<^^CH2C1      C1<^^^H2C1         <C^ 

CI  (9)  (10) 

(8) 


HClo 


A  large  proportion  of  the  numerous  theoretically  possible  com- 
pounds is  known.     Only  a  few  typical  examples  can  be  considered. 
It  would  be  impossible  to  describe  the  determination  of  position 

418 
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— orientation — of  the  substituents  in  each  of  these  compounds:  a 
summary  of  orientation-methods  is  given  in  352  to  356. 


I.  poLYSULPHomc  Acms. 

311.  When  benzene  and  its  homologues  are  treated  with  fuming 
sulphuiic  acid,  disulphonic  acids  and  trisulphonic  acids,  very  similar 
in  properties  to  the  monosulphonic  acids,  are  formed.  Thus,  benzene 
yields  m-bemenedisulphonic  acid,  which  is  partially  converted  into 
p-benzenedisulphonic  acid  on  prolonged  heating. 


n.    POLYHALOGEN  DERIVATIVES. 

312.  The  aromatic  polyhcUogen  derivatives  can  be  obtained  by 
the  direct  action  of  chlorine  or  bromine  upon  the  aromatic  hydro- 
carbons. If  one  halogen  atom  is  aheady  present,  substitution  takes 
place  principally  in  the  p-position,  a  small  quantity  of  the  c-com- 
pound  being  also  foi^med.  m-Dichlorobenzene  or  m-dibromobenzene 
is  obtained  from  m-dinitrobenzene  (318)  by  reducing  to  diamine  and 
subsequently  diazotizing.  It  has  been  found  possible  by  prolonged 
halogenation  to  replace  the  six  hydrogen  atoms  of  benzene  by  halo- 
gen. JuLiNs'  chlorocarbon,  CeClej  is  thus  obtained  in  the  form  of 
colourless  needles  melting  at  229°.  It  has  not  been  possible  to 
replace  all  the  hydrogen  atoms  in  toluene  by  chlorine:  it  has  only 
been  converted  into  tetrachlorobenzotrichloride,  CeHCU-CCla,  or  into 
j)entachlordbenzal  chloride j  C6Cl5«CHCl2.  On  further  chlorination, 
the  molecule  is  decomposed.  Examples  of  this  phenomenon  are 
also  found  in  the  aliphatic  series. 

The  same  methods  can  be  employed  in  the  preparation  of  the 
polyhalogen  derivatives  of  the  homologues  of  benzene  as  have  been 
described  for  the  monohalogen  derivatives  (273).  If  it  is  desired  to 
substitute  only  its  methylhydrogen  atoms,  toluene  is  treated  with 
chlorine  or  bromine  at  the  boiling-point:  there  are  obtained  in  suc- 
cession benzyl  chloride,  CeHs-CHoCl,  benzal  chloride,  CeHs -011012,  and 
benzotrichloride,  C^^  •  CCI3.  When  the  object  is  to  substitute  hydro- 
gen only  in  the  nn^y  chlorine  is  allowed  to  react  at  ordinary  tem- 
peratures in  presence  of  a  trace  of  iodine.  To  prepare  a  compound 
such  as  C6H4CI '011201,  both  methods  must  be  employed  in  suece^- 
fiion. 
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Benzal  chloride,  C6H6.CHCI2  (B.P.  206**),  and  benzotrichloride, 
CeHs'CJCla  (B.P.  213°),  are  of  technical  importance.  Benzaldehyde 
(299)  is  obtained  from  the  former,  and  benzoic  acid  (296)  from  the 
latter. 

Benzene  and  some  of  its  homologues  also  yield  addition-products 
with  chlorine  and  bromine.  From  benzene  is  obtained  benzene  hexa- 
chloride,  CeHeCle,  and  benzene  hexabromide,  CeHoBre.  Both  are  got 
by  treating  benzene  with  excess  of  the  halogen  in  presence  of  sun* 
Ught.    The  chlorine  derivative  exists  in  two  isomeric  forms. 


m.    POLYHTDRIC  PHENOLS. 

313.  Phenol  is  much  more  readily  attacked  by  oxidizing  agents 
than  benzene  (275).  The  polyhydric  phenols  possess  this  property 
to  an  even  greater  extent,  many  of  them  behaving  as  powerful 
reducing  agents  when  dissolved  in  alkalis. 


Dihydric  Phenols. 

OH  1 
The  o-compound,  C6H4<qjj2»  coJbechol  C'pyrocateehol '*  or 

"pyrocatechin  ");  ^^  constituent  of  many  resins,  and  can  be  pre- 
pared by  fusing  o-phenolsulphonic  acid  with  caustic  potash. 

Catechol  is  crystalline  and  readily  soluble  in  water,  alcohol,  and 
ether.  It  melts  at  104°.  Its  alkaline  solution  is  first  turned  green 
by  atmospheric  oxidation,  and  then  black.  Its  aqueous  solution 
precipitates  metallic  silver  from  silver-nitrate  solution  at  ordinary 
temperatures,  and  gives  a  green  colouration  with  ferric  chloride. 

OCH    1 
The  monomethyl  ether,  C6H4<qtt  ^o'  ^  called  guaiacol:  it  is 

present  in  the  tar  obtained  by  the  dry  distillation  of  beechwood. 

When  heated   with  hydriodic  acid,  guaiacol  yields  catechol  and 

methyl  iodide. 

OH  1 
Resordnol  (*'resorcin  ")i  or  7w-dihydroxy benzene,  C6H4<qtt«. 

can  be  obtained  by  fusing  m-phenylenedisulphonic  acid, 
C6H4<Sq^tt  o,  ^Ith  caustic  potash,  the  method  for  its  manufac- 
ture.    It    yields   a  deep-violet   colouration  with  ferric    chloride: 
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bromine-water  converts  it  into  tribromoresorcinol.  It  is  a  colourless, 
crystalline  substance  melting  at  118**,  and  is  readily  soluble  in 
\vater,  alcohol,  and  ether.  It. quickly  turns  brown,  owing  to  the 
action  of  the  air. 

Quinol  ("hydroquinone  ")>  or  p-dihydroxybenzene,  melts  at 
169°.  Its  chief  characteristic  is  the  loss  on  oxidation  of  two  hydro- 
gen atoms  with  formation  of  quinone,  C6H4O2  (316),  which  is  readily 
reconverted  into  quinol  by  reduction.  The  reducing  effect  ^f  quinol 
is  employed  in  photography  for  the  development  of  negatives.  With 
ammonia  it  gives  a  red-brown  colouration,  due  to  the  formation  of 
complex  derivatives.  Like  its  isomerides,  it  is  readily  soluble  in 
water. 

Trihydric  Phenols. 
3x4.  PyrogaUol  ("pyrogallic  acid  ")i 

CeHs  A)H  2, 
\0H3 

18  obtained  by  heating  gallic  acid  (345)1  ^2  being  split  off: 

C6H2(OH)3-COOH  =  C6H3(OH)3+C02. 

OalUo  acid  Pyrosallol 

PyrogaUol  forms  crystals  melting  at  132°,  and  is  readily  soluble 
in  water.  It  is  a  strong  reducing  agent  in  alkaline  solution:  for 
example,  it  rapidly  absorbs  the  oxygen  of  the  atmosphere,  with  for- 
mation of  a  brown  colouration.  For  this  reason  it  is  employed  in 
gas-analysis  to  remove  oxygen  from  mixtures.  It  also  finds  appli- 
cation as  a  developer  in  photography. 

Phloroglucinol  (symmetrical  trihydroxy benzene),  CeHa^-OH  3, 

\0H5 
is  formed  by  fusing  various  resins  with  caustic  potash.  It  is 
crystalline,  and  gives  a  deep-violet  colouration  with  ferric  chloride. 
A  remarkable  synthesis  of  phloroglucinol  has  been  discovered  by 
VON  Baeyer.  When  diethyl  sodiomalonate  (166)  is  heated  with 
diethyl  malonate,  three  molecules  condense,  with  elimination  of 
four  molecules  of  alcohol  and  one  molecule  of  carbon  dioxide: 
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COOCaHs— HjcNa     \     ;-, 

-^  I    ■         CNapi]— COOCaHs 

CaHfiOICO  CO|OC^ 


H  CH 


|cool  [c^h7+ho|h. 


CO 

COOCaHs-CNa  CNa— COOCjHs 

-4C2H5OH+CO2+  OC     CO 

CHa 

Moore  has  shown  that  during  the  condensation  one  ethyl-car^ 
boxyl-group  is  ehminated,  and  that  acidification  of  the  condensa- 
tion-product replaces  the  sodium  atoms  by  hydrogen,  with  fonua- 
tion  of  diethyl  phlorogliicinoldicarboxylate, 

CO 

COOC2H5»HC        CH»COOC2H5 
OC       CO 

\/ 

CH2 

When  this  substance  is  fused  with  caustic  potash,  the  ethyl-car- 
boxyl-groups  ( — COOC2H5)  are  replaced  by  hydrogen,  phloro- 
glucinol  resulting. 

Phloroglucinol  should  therefore  have  constitution  I. 
CO  „ 

H2C    CH2  Hor  NoH 

OC    CO  hI  Jh 

CH,  OH 

1.  II. 

In  other  words,  it  is  a  hexamethylene  in  which  three  of  the  methyl- 

ene-groups,  -CH?,  have  been  replaced  by  carbonyl,  =C0:  it  must, 

'    therefore,  be  called  triketohcxamethylene.     It  has  been  proved  thai 
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phloroglucinol  does  behave  as  though  it  had  this  constitution:  thus, 
with  three  molecules  of  hydroxylamine  it  yields  a  trioxime.  On  the 
other  hand,  phloroglucinol  has  the  character  of  a  phenol :  for  example, 
it  yields  a  triacetate  with  acetyl  chloride.  It  exists,  therefore,  in 
two  tautomeric  forms — as  a  hexamethylene  derivative,  I.,  and  as 
trihydroxy benzene,  II. 

This  is  a  remarkable  example  of  the  alteration  of  the  positions  of 
the  atoms  (the  hydrogen  of  the  OH-groups)  in  the  molecule,  result- 
ing in  the  conversion  of  a  benzene  derivative  into  a  derivative  of 
hexamethylene. 

This  view  explains  the  interaction  of  phloroglucinol,  and  other 
polyhydric  phenols,  and  a  mixture  of  caustic  potash  and  an  alkyl 
iodide  to  form  derivatives  with  alkyl-groups  attached  to  carbon  and 
not  to  oxygen;  for  the  hydrogen  in  the  methylene-groups  of  the 
tautomeric  form  must  be  replaceable  by  metals  (203). 

Higher  Phenols. 

3x5.  The  cluef  of  the  higher  phenols  is  hexahydroxyhemene, 
Ce(OH)a.  Its  potassium  derivative,  potassium  carhonyl,  C6(0K)e, 
is  formed  in  the  preparation  of  potassium,  and  acquires  an  explosive 
character  on  exposure  to  the  air  ("Inorganic  Chemistry,"  227).  It 
can  be  obtained  by  heating  potassium  in  a  current  of  carbon  monox- 
ide, a  direct  synthesis  of  a  derivative  of  benzene.  Distillation  with 
zinc-dust  converts  hexahydroxybenzene  into  benzene.  It  is  a  white, 
crystalline  substance,  and  undeigoes  oxidation  very  readily. 

IV.    QUINONES. 

316.  The  quinones  are  substances  derived  by  the  elimination 
of  two  hydroxyl-hydrogen  atoms  from  aromatic  dihydroxy-deriva- 
tives: 

Cyi4(OH)2-2H  =  C6H4O2. 

Dihydroxybensene  Quinone 

The  shnplest  quinone  is  henzoquinone,  C6H4O2:  it  is  also  called 
quinone.    It  is  obtained  by  the  oxidation  of  many  p-derivatives  of 

benzene,  such  as  p-aminophenol  ^^^^<r\Yi\y  sulphanilic  acid, 

C6H4<gQ^|j^,  and  p-phenolsulphonic  acid,  CJ6H4<gQ  jj^,  and 

also  by  the  oxidation  of  aniline  with  chromic  acid — the  ordinary 
method  of  preparation.     It  i^  also  formed  in  the  oxidation  of  quinol 
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(313),  though  the  latter  is  usually  prepared  by  the  reduction  of 
quinone. 

o-Dihydroxybenzene  or  catechol  can  also  be  converted  by  the 
action  of  sUver  oxide  into  an  unstable  quinone.  m-Dihydroxyben- 
zene  or  resorcinol  does  not  yield  a  quinone. 

The  quinones  are  yellow,  and  have  a  peculiar,  pungent  odour. 
They  volatilize  with  steam  with  partial  decomposition,  and  have 
oxidizing  properties.  The  constitution  of  benzoquinone  is  best 
expressed  by 

CO 

HC       CH 

hI  y 

Such  a  formula  requires  that  benzoquinone  should  be  a  diketone, 
and  contain  two  double  bonds:  its  properties  show  that  it  fulfils 
both  conditions.  Its  ketonic  character  is  inferred  from  its  yielding 
with  hydroxylamine  first  a  quinone-numoxime,  and  then  a  quinone^ 
dioxime: 


C— NOH 

C=NOH 

/\ 

/\ 

HC       CH 

HC       CH 

1         1          and 
HC       CH 

HC       CH 

\/ 

\/ 

CO 

C=NOH 

The  presence  of  double  Unkings  is  proved  by  its  power  of  forming 
addition-products:  benzoquinone  in  chloroform  solution  can  take 
up  four  atoms  of  bromine.  Accordii^  to  this  constitution,  benzo- 
quinone is  not  a  true  benzene  derivative,  but  the  p-diketone  of  a 
dihydrobenzene: 

CHa 

/\ 
HC       CH 

II        II     . 
HC       CH 

\/ 
CHa 
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Some  apparent  exceptions  to  Habbr's  scheme  (292)  for  the 
electro-reduction  of  nitfo-compounds  are  explained  by  assuming 
that  quinone  derivatives  are  formed  as  intermediate  products.  These 
exceptions  have  been  observed  in  the  reduction  of  higher-substituted 
nitrobenzene  derivatives  in  alcoholic-alkaline  solution.  According 
to  the  scheme,  azo-derivatives  should  be  the  chief  products  under 
these  conditions,  whereas  in  some  instances  amines  are  principally 
produced.  Thus,  the  main  product  obtained  from  p-nitroaniline  is 
p-phenylenediamine,  while  under  the  same  conditions  w-nitro- 
aniline  in  a  normal  manner  yields  m-diaminoazobenzene.  This  dif- 
ference, however,  is  explained  by  the  fact  that  p-nitroaniline  gives 
rise  to  quinone  derivatives,  whereas  wi-nitroaniline  does  not:  on 
reduction  of  p-nitroaniline  to  the  corresponding  hydroxylamine,  this 
compound  loses  one  molecule  of  water,  yielding  quinone  di-imide: 

NH2.CnH4.NO,  -►  NH2-C«H4.NHOH  -*  NHiCeH^iNH. 

j>-Nitroaniline         j>-Aminophenylhydroxylamiiie     Quinone  di4mide 

The  di-imide  can  be  reduced  to  2>-phenylenediamine: 
NH:C«H4:NH+2H  «  H,N-C6H4-NH,. 

j>-inienylenediAmui6 

m-Nitroaniline  is  unable  to  form  a  quinone  derivative,  and  is,  there- 
fore,  reduced  normally  in  accordance  with  the  scheme 

rw  ^N02^p„  ^NHOH  .p„  ^NO  ^^•^''\""5'?*"VHn 
^^^^NH^-^^'^^^NH,      ■^■^•^'    NH^Jj^^    ^     NH 

317.  Pentamethylene  yields  remarkable  quinones,  obtained  by 
the  oxidation  of  hexahydroxybenzene  in  alkaline  solution.  Among 
them  is  croconic  addy  C5H2O5,  which  has  an  intense  yellow  colour, 
and  is  converted  by  weak  reducing  agents  into  a  colourless  substance, 
oxidizable  to  croconic  acid.  On  oxidation,  croconic  acid  is  trans- 
formed into  Uuconic  add,  C5O5+4H2O.  This  compound  has  the 
constitution 

CO-CO 

OC<f     \:0+4H20, 
^CO^ 

anoe  it  yields  a  pentoxime  of  the  formula  (CiNOHJs. 

V.    POLYlflTRO-DERIVATIVES. 
318.  Tn-Dinitrobentene  is  obtained  by  the  nitration  of  benzene 
with  a  mixture  of  concentrated  sulphuric  acid  and  fuming  nitric 
acid.    It  forms  colourless  needles  melting  at  90®.     On  reduction,  it 
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yields  mrphenylenediamine,  and  is  therefore  employed  in  the  prepara- 
tion of  aniline  dyes:  it  is  also  used  in  the  manufacture  of  explo-- 
sives,  since  it  can  be  exploded  by  mercury  fulminate.  In  addition 
to  the  m-compound,  small  quantities  of  o-dinitrobenzene  and  traces 
of  p-dinitrobenzene  are  formed.  Stronger  nitration,  effected  by  a 
mixture  of  nitric  acid  and  fuming  sulphuric  acid  heated  to  140°, 
converts  m-dinitrobenzene  into  symmetrical  trinitrobenzene  (1:3:5), 
which  melts  at  121°. 

The  hydrogen  atoms  and  nitro-groups  in  the  polynitrobenzenes 
are  much  more  readily  replaced  than  those  in  mononitrobenzene. 
Thus,  m-dinitrobenzene  is  converted  by  oxidation  into  2:6-<iinifro- 
phenol,  and  trinitrobenzene  into  2:4 :6-trinitrophenol,  or  jncric  acid: 

NO2  NO2  NO2  NO2 

NO2         NO2  NO2  NO2 

By  the  action  of  sodium  ethoxide  and  methoxide  respectively 
one  of  the  nitro-groups  in  o-dinitrobenzene  and  p-dinitrobenzene 
can  be  replaced  by  OC2H6  and  OCH3: 

C6H4<5}22^NaOCH3  -  C6H4<g^^3+NaN02. 

It  is  remarkable  that  this  substitution  does  not  take  place  with 
m-dinitrobenzene. 

When  boiled  with  caustic  soda,  o-dinitrobenzene  yields  o-nt^ro- 
phenol,  and  when  heated  with  alcoholic  ammonia,  O'nitroaniline: 

^|N02  1  +Na|OH  yOH 

CJeHA  -  NaN02+CeH/ 

^NOa  2  ^NOa 

p  TT  ^NOz  1 +HNH2  ^  p  TT  ^NH2  .  „xTo 

TrinitrohiUylxylenef  containing  a  tertiary  butyl-group,  has  an 
odour  resembling  musk.  It  is  a  perfume,  and  is  called  "artificial 
musk." 
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VI.    POLTAMIlfO-COMPOUNDS  AND  THEIR  DERIVATIVES. 

319.  PolyamiiKhcompounds  are  obtained  by  the  reduction  of 

polynitro-derivatives.     m-Phenylenediamine,  C6H4<xttt^o>  is  got 

from  benzene  by  nitration  and  subsequent  reduction. 

P'Phenylenediamine  can  be  prepared  by  the  reduction  of  amino* 
azobenzene  (304)  with  tin  and  hydrochloric  acid,  aniline  being  also 
formed: 

C6H6-N::N.C6H4-NH2  =  C6H5.NH2+H2N.C6H4-NH2. 
2H|2H 

OrtAo-diamino-compounds  react  readily  with  l:2-diketones, 
yielding  quinoxalinea: 

lie— R         /\N=C— R 


H2  O 


H2  O 


i        I     +2H2O. 


C— R'       \/N=C— R' 


Like  the  polyhydric  phenols,  the  polyamino-compounds  are  very 
readily  oxidized.  They  are  colourless,  but  many  of  them  are  turned 
brown  by  oxidation  in  the  air. 

Azo-dyes. 

320.  The  azo-derivatives  of  the  polyamino-compounds  are 
known  as  azo-dyes.  They  £^re  of  great  technical  importance,  being 
extensively  employed  in  dyeing  wool,  silk,  and  cotton.  They  are 
azobenzenes  in  which  hydrogen  atoms  have  been  replaced  by 
amino-groups.  They  are  not  the  only  dyes:  derivatives  of  azoben- 
zene with  hydrogen  replaced  by  hydroxyl  or  by  the  sulpho-group 
can  likewise  be  employed  in  dyeing.  Some  of  these  compounds  will 
also  be  described. 

It  is  necessary  first  to  state  certain  facts  regarding  dyes  in 
general.  It  has  been  proved  by  experiment  that  not  every  colour- 
ing-matter can  dye  the  substances  named  above;  that  is,  colour 
them  so  that  the  dye  cannot  subsequently  be  removed  by  rubbing, 
or  washing  with  water  or  soap.  It  is  necessary,  therefore,  to  draw 
a  distinction  between  coloured  substances  and  dyes:  for  example, 
azobenzene  has  a  deep  yellowish-red  colour,  but  is  not  a  dye.  The 
introduction  of  an  amino-group,  however,  converts  it  into  a  dye, 
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aminoazobenzene.  Wrrr  has  propounded  the  theory  that  the 
colouring-power  of  a  compound  depends  upon  two  factors.  The 
first  of  these  is  the  presence  of  certain  groups,  which  he  calls  chromo- 
phores,  among  them  being  the  azo-group,  — N=N — ,  the  nitro- 
group,  and  others.  Substances  containing  a  chromophore-group, 
along  with  NH2,  OH,  SO3H,  or  in  general  any  group  which 
imparts  to  them  an  acidic  or  basic  character,  are  dyes:  this  is  illus- 
trated by  aminoazobenzene.  Another  example  is  nitrobenzene, 
which  has  a  pale-yellow  colour,  and  contains  the  chromophore 
nitro-group,  but  is  not  a  dye:  on  the  other  hand,  p-nitroaniline  and 
p-nitrophenol  are  dyes. 

321.  It  is  often  sufficient  to  immerse  the  silk,  wool,  or  cotton  to 
be  dyed  in  a  solution  of  the  dye.  Although  primarily  dissolved,  the 
dye  cannot  be  removed  by  washing  the  fabric  after  dyeing.  The  dye 
must,  therefore,  have  undergone  a  change.  It  is  assumed  that  it 
unites  with  the  constituents  of  the  animal  or  vegetable  fibres  to  form 
a  compound,  a  kind  of  salt,  since  ayes  always  have  a  basic  or  acidic 
character.    A  proof  of  this  is  given  for  rosaniline  (367). 

The  fabric  does  not  always  take  up  the  dye  when  immersed  in 
its  solution.  It  has  been  repeatedly  observed  that  dyes  which  be- 
come directly  fixed  on  animal  fabrics,  such  as  silk  and  wool,  do  not 
dye  vegetable  fabrics,  like  cotton,  unless  the  material  to  be  dyed  has 
undergone  a  special  process,  called  ''mordanting  ":  that  is,  a  sub- 
stance must  be  deposited  in  the  fabric  to  "  fix  "  the  dye,  since  it  will 
not  unite  with  the  fibres  themselves.  Such  substances  are  called 
'^  mordants  ":  they  are  usually  salts  of  weak  bases,  or  acids.  Such 
are  aluminium  acetate;  ferric  salts;  compounds  of  tin;  such  as 
''pink  salt,"  SuCU,  2NH4CI.  The  woven  material  is  thoroughly 
soaked  in  a  solution  of  one  of  these  salts,  and  then  spread  out  and 
exposed  to  the  action  of  steam  at  a  suitable  temperature.  The  salt 
undergoes  hydrolytic  dissociation,  and  the  base  or  acid,  for  example 
aluminium  hydroxide  or  stannic  acid,  is  deposited  in  a  fine  state  of 
division  in  the  fabric.  The  dye  unites  with  this  base  or  acid,  forming 
an  insoluble,  coloured  compound  which  is  not  removed  by  washing. 

322.  Azo-dyes  are  obtained  by  treating  diazonium  chlorides 
with  aromatic  amines  or  with  phenols: 

C6H6.N2^1Th]<^^N(CH3)2-^C6H5.N:N-C6H4.N(CH3)2+HC1; 

Diazonium  ulilorida       Dimethylaniline  DimethylamiiioaBobeniene 

C6Hs.N2[cr+H|<^~^OH  =  C6H5-N:N.C6H4-OH-f  Ha 

"    ^ /  Hydroxyasobenaene 
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Basic  and  acidic  dyes  respectively  are  produced.  It  is  mentioned 
in  304  that  the  combination  of  a  dia^nium  chloride  and  an  aro- 
matic amine  sometimes  yields  the  diazoamino-compound  as  an 
intermediate  product,  which  can  be  converted  into  the  aminoazo- 
derivative  by  warming  with  the  amine  hydrochloride.  In  this  for- 
mation of  aminoazo-compounds  and  hydroxyazo-compounds,  the 
paro-H-atom  always  reacts  with  the  diazonium  chloride:  when 
this  atom  is  replaced  by  a  substituent,  the  formation  of  dye  either 
does  not  take  place,  or  is  very  incomplete. 

323.  In  preparing  hydroxyazo-dyes,  the  solution  of  the  diazonium 
chloride  is  cooled  with  ice,  and  is  slowly  added  to  the  alkaline  solu- 
tion of  the  phenol  or  its  sulphonic  acid.  The  reaction-mixture  is 
kept  slightly  alkaline,  since  otherwise  the  hydrochloric  acid  liberated 
would  hinder  the  formation  of  the  dye.  After  the  solutions  have 
been  mixed,  the  dye  is  "  salted  out  "  by  the  addition  of  common 
'  salt,  which  precipitates  it  in  flocculent  masses.  It  is  freed  from 
water  by  means  of  filter-presses,  and  packed  either  as  a  powder  or  a 
paste. 

Aminoazo-dyes  are  prepared  by  mixing  the  aqueous  solution  of 
the  diazonium  chloride  with  that  of  the  aromatic  amine  salt,  the 
colouring-matter  being  subsequently  salted  out.  It  is  sometimes 
necessary  to  employ  an  alcoholic  solution. 

The  simplest  azo-dyes  are  yellow.  The  introduction  of  alkyl- 
groups  or  phenyl-groups,  and,  in  general,  increase  of  molecular 
weight,  change  their  colour  through  orange  and  red  to  violet  and  blue. 
They  are  crystalline,  and  most  of  them  are  insoluble  in  water  and 
soluble  in  alcohol.  Instead  of  the  azo-dyes  themselves,  it  is  often 
better  to  employ  their  sulphonic  acids,  obtainable  from  them  by  the 
usual  method — treatment  with  concentrated  sulphuric  acid. 

324*  Aniline-Bellow  is  a  salt  of  aminoazobenzene:   it  is  seldom 
used  now,  its  place  having  been  taken  by  other  yellow  dyes. 

Chrysaidine  or  diaminoazobenzene,  C6H5«N:N«C6H3<^tt^,  is 

obtained  from  benzenediazonium  chloride  and  m-phenylenediamine. 
It  yields  a  hydrochloride,  crystallizing  in  needles  of  a  reddish  colour 
and  fairly  soluble  in  water:   this  salt  dyes  wool  and  silk  directly, 
and  cotton  which  has  be^n  mordanted. 
Bismarek-bTovm  or  triaminoazobenzene, 

NH2-C6H4-N:N.C6H3<5Jh2, 


430  ORGANIC  CHEMISTRY.  [§324 

is  manufactured  by  diazotizing  one  of  the  NH2-groups  in  wi-phenyl- 
enediamine,  and  treating  the  product  thus  obtained  with  a  second 
molecule  of  this  base: 


<f^N2p'TH]<^~^NH2  -  HC1+<^^^N:N<[^^ 


NH2  NH2  NH2 

Even  a  very  dilute  solution  of  nitrous  acid  gives  a  brown  coloura- 
tion with  m-phenylenediamine,  due  to  the  formation  of  Bismarck- 
brown  or  related  substances.  This  reaction  furnishes  a  very  delicate 
test  for  nitrous  acid,  and  is  employed  in  water-analysis. 

Hdiardhine,  or  dimethylaminoazobenzenesulphonic  acid,  is  pre- 
pared by  the  interaction  of  benzenediazoniumsulphonic  acid  and 
dimethylaniline  hydrochloride  in  aqueous  solution: 


H03S-C6H4-N2IOH  -fH|C6H4'N(CH3)2 


=  H20+H03S.C6H4-N:N.C6H4-N(CH3)2. 

HeliantluDe 

It  is  not  often  used  as  a  dye,  but  its  sodium  salt,  which  has  a  yellow 
colour,  and  is  turned  red  by  acids,  is  employed  as  an  indicator  in 
volumetric  analysis  under  the  name  methyl-arrange. 

Resorcin-yeUow  or  dihydroxyazobenzenesulphonic  acid, 

H03S.C6H4-N:N-C6H3<q|, 

is  obtained  from  resorcinol  (313)  and  benzenediazonium  sulphonic 
acid. 

The  azo-dyes  are  converted  into  amino-compounds  by  energetic 
reduction  with  tin  and  hydrochloric  acid.  Thus,  aminoazobenzene 
yields  aniline  and  7?-phenylenediamine: 

C6H5.N=N.C6H4.NH2^C6H6-NH2+C6H4<5J52l, 

This  decomposition  on  reduction  affords  a  means  of  determining 
the  constitution  of  these  dyes,  and  indicates  the  methods  by  which 
they  are  obtained.  For  example,  reduction  of  Bismarck-bro\ni 
with  tin  and  hydrochloric  acid  yields  a  mixture  of  equimolecular 
amounts  of  diaminobenzene  and  triaminobenzene.    Since  the  mole- 
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cule  is  severed  at  the  double  linking  of  the  azo-group,  it  folloTVS  that 
the  constitution  of  this  compound  is 

NH2-C6H4-N  :|N-C6H3<55|j. 

This  decomposition  also  indicates  that  the  dye  can  be  obtained  by 
diazotizing  a  molecule  of  diaminobenzene,  and  treating  the  product 
with  a  second  molecule  of  diaminobenzene,  in  accordance  with  the 
equation  on  the  previous  page. 

Vn.    POLYBASIC  ACIDS  AND  THEIR  DERIVATIVES. 

DIBASIC   ACIDS. 

325.  The  dibasic  acids  are  the  most  important  members  of  the 
series  of  aromatic  polybasic  acids.  They  are  called  phthalic  acids, 
a  name  derived  from  uBLphthalene  (370),  from  which  one  of  them 
can  be  obtained.  Three  isomerides  are  possible,  and  all  of  them 
are  known.  Like  all  polybasic  acids,  they  yield  neutral  and  acid 
esters  and  salts,  acid  amides,  amino-acids,  etc.  On  distillation  with 
lime,  they  are  converted  into  benzene. 

Phthalic  Acid. 

Phtkalic  acid  is  the  or<Ao-dicarboxylic  acid  of  benzene,  and  has 

COOH  1 
the  formula  ^5^4  <qqq jj  2-     It  is  obtained  by  the  oxidation  of 

aromatic  hydrocarbons  with  two  side-chains  in  the  or^/io-position, 
or  their  derivatives  with  substituents  in  the  side-chains.  It  is 
worthy  of  note  that  chromic  acid  cannot  be  employed  in  this  oxi- 
dation, since  it  decomposes  ar^Ao-derivatives  completely  into  carbon 
dioxide  and  water.  Phthalic  acid  is  employed  in  the  preparation 
of  artificial  indigo  (399),  and  is  manufactured  by  oxidizing  naphthal- 
ene (370),  CioHg,  by  heating  with  very  concentrated  sulphuric  acid. 
Phthalic  acid  is  crystalline,  and  dissolves  readily  in  hot  water, 
alcohol,  and  ether.  It  has  no  definite  melting-point,  since  on  heat- 
ing it  loses  water,  yielding  phthalic  anhydride,  which  sublimes  in 
beautiful,  long  needles: 


Phthalic  anhydride 


U 
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326.  If  they  followed  the  ordinary  course  of  the  reaction  form- 
ing acid  chlorides,  phosphorus  pentachioride  and  phthalic  acid 

would  react  to  produce  a  chloride  of  the  constitution  ^^^<qqc\ 

That  they  do  not  and  that  phthalyl  chloride  has  the  structiure 

/CCI2 
CftH4<     >0, 

can  be  proved  in  various  ways.  When  aluminium  chloride  reacts 
with  phthalyl  chloride  in  presence  of  benzene,  there  results  a  com- 
pound with  the  formula 

yCsHs 

CbHZ  >0       , 

called  phthalopfienone,  the  constitution  of  which  follows  from  its 
formation  by  the  elimination  of  water  from  triphenylcarbinolcar^ 
boxylic  acid: 

^  „  /^^  /c^h; 


OH 


-H20-C6H4<     >0 

XJO 


Triphenyloarbinol-  Phthalopbenone 

carboxylio  aoad 

Another  proof  of  the  constitution  indicated  above  for  phthalyl 
chloride  is  the  fact  that  reducing  agents,  such  as  sodium-amalgam 
and  water,  or  zinc  and  hydrochloric  acid,  cause  the  replacement  of 
its  halogen  atoms  by  hydrogen,  with  formation  of  ph^udide.    This 

yCH2 

substance  has  the  constitution  C6H4<^     >  O,  since  on  treatment 
with  caustic  soda  or  dilute  acids  it  yields  hydroxymelhylbemotc  add: 

•01x2  TT  /CI12OI1 

N:o      ^^  XJOOH 

This  reaction  proves  it  to  be  a  lactone,  and  not  a  dialdehyde, 

CHO 
C6H4<QjTQ,  as  it  should  be  if  the  formula  of  phthalyl  chloride 

were  C6H4  <  rjQrji* 
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327.  The  oxygen  of  the  carbonyl-group  in  phthalic  anhydride 
can  also  participate  in  other  reactions.  Thus,  when  this  substance 
is  heated  with  phenols  and  sulphuric  acid,  phthaleins  are  formed: 


o+g 


g«g*S5  .C^iloH 


00" 

Phthalio  anhydride  Phenolpbthaleln 


^S£^  -  H,0+CH4<^>0 


Phencl-phLluilein,  the  simplest  member  of  the  phthalein  series, 
is  a  yellow  powder.  On  account  of  its  phenolic  character  it  dis- 
solves in  alkaline  solutions,  with  formation  of  a  fine  red  colour,  and 
is  a  sensitive  indicator  for  alkalimetry. 

Resoreinolphihalein  or  fluorescein  is  characterized  by  the  display 
of  an  intense  yellowish-green  fluorescence  in  alkaline  solution.  It 
owes  its  name  to  this  property,  which  affords  a  delicate  test  for 
phthalic  anhydride,  phthalic  acid,  and  resorcinol,  since  fluorescence 
is  exhibited  by  mere  traces  of  fluorescein.  It  is  prepared  by  heating 
together  resorcinol  and  phthalic  anhydride  at  210®,  in  presence  of 
ainc  .chloride  as  a  dehydrating  agent.  On  treatment  with  bromine, 
fluorescein  yields  tetrabromofluoreacein:  its  potassium  derivative, 
C2oH6Br405K2,  is  the  beautiful  dye  eosin. 

The  constitution  of  the  phthaleins  is  inferred  from  their  being 
convertible  into  derivatives  of  triphenylmethane  (366). 

In  the  preparation  of  phenolphthalein  a  by-product,  fluorane, 

insoluble  in   alkalis  is  formed.    According  to   the  researches  of 

R.  Meter,  this  substance  has  the  formula 

.COv 

"■•O^  •  •  "  CCO' 

o 
I.  II.   ■ 

in  which  the  two  phenol-residues  are  united  at  the  or^Ao-positions  to 
the  phthalic-anhydride-residue,  and  not  at  the  paro-positions,  as  in 
pbenolphthaliein.    Fluorane  contains  the  pyrone-nucleus, 

/\ 

c       c 

I      I. 

c       c 
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R.  MisYER  has  pointed  out  that  many  derivatives  containing  thig 
nucleus  fluoresce.  He  proved  that  fluorescein  is  dihydroxyfluorane, 
with  the  formula 


.C0> 


328.  Phthdlimide,  C6H4^  >NH,  is  of  importance  on  account  of 
XJO 
its  application  by  Gabriel  to  the  synthesis  of  primary  amines  with 
substituted  alkyl-groups.  It  is  obtained  by  passing  dry  anmionia 
over  heated  phthalic  anhydride.  The  imino-hydrogen  is  replace- 
able by  metals:  thus,  the  potassium  compound  is  precipitated  by 
the  action  of  caustic  potash  upon  the  alcoholic  solution  of  the  imide. 
When  potcLssium  phthalimide  is  treated  with  an  alkyl  halide,  the 
metal  is  replaced  by  alkyl:  on  heating  with  acids  or  alkalis,  a 
primary  amine,  free  from  secondary  and  tertiary  amines,  is  pro- 
duced: 

yCO    XO 

CeHZ  >N[KT^C„H2n+i-->C6H4<;    >N.CnH2«n.i -► 


^CO  T  NCO 

Potanium  phth&limide 

— ♦  C6H4  <^QQ  j^^-|-NH2»CnH2n+l. 

Alkyl  halides  with  various  substituents  can  be  employed  in  this 
reaction:  thus,  from  ethylene  bromide,  CH2Br-CH2Br,  is  obtained 
bromoethylamine,  NH2«CH2«CH2Br  ;  from  ethylenebromhydrin, 
CH2Br.CH20H,  hydroxy ethyUimine,  NH2-CH2 -0112011;  etc. 

Another  example  is  Emil  Fischer's  synthesis  of  ornithine  (200). 
Potassium  phthalimide  is  brought  into  contact  with  trimethylene 
bromide: 

.CO. 


C6H4<cQ>N[KTBr).CH2-CH2-CHaBr. 


— ►  GeH4  <  py-.  >  N '  CH2  •  OH2  •  CHaBr, 
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The  compound  obtained  is  treated  with  diethyl  monosodiomalonate^ 
and  yields  C6H4<qq>N-CH2-CH2-CH2-CH(COOC2H6)2,  the  ter- 
tiary hydrogen  atom  of  which  can  be  substituted  by  bromine^ 
Saponification  and  elimination  of  CO2  give 

C6H4<co>N-CH2-GH2-CH2-CHBr-COOH. 

By  heating  with  aqueous  ammonia;  Br  is  then  replaced  by  NH2» 
Subsequent  heating  with  concentrated  hydrochloric  acid  yields 
ornithine: 

C6H4<co>N-CH2-CH2-CH2-CH(NH2).COOH- 
+20HH 

«CeH4<™2+H2N-CH2-CH2-CH2.CH(NH2)-COOH. 

These  examples  make  it  evident  that  this  method  can  be  ap* 
plied  to  the  preparation  of  the  most  variously  substituted  primary 
amines. 

329.  HoooEWERFF  and  van  Dorp  found  that  ammonia  reacts 

ON 

with  phthalyl  chloride,  yielding  o-cyawobenzoic  acid,  C«H4<pqqtt. 

It  must  be  assumed  that  an  iao-imide  of  phthalic  acid  is  formed  as 
an  intermediate  product: 

rjCh  X=NH  XN 

C«H4<:   >  O  ->  CeHX    >  O      -^  CeHZ 

^CO  ^CO  ^COOH 

Phthalyl  J»o-ixnide  o-CyanobenioIo 

chloride  acid 

Although  they  have  not  been  able  to  isolate  the  iso-imide  itself,  they 
have  prepared  a  number  of  derivatives  in  which  the  imi no-hydrogen 
is  replaced  by  hydrocarbon-residues. 

Isophthalic  and  Terephthalic  Acids,  Cen4(COOH)2  (1:3)  and  (1:4). 

330.  laophthalic  add  can  be  obtained  by  the  oxidation  of  com- 
pounds with  two  side-chains  in  the  meto-position,  and  also  by  the 
oxidation  of  resin  (colophonium)  with  nitric  acid.  It  dissolves  with 
difficulty  in  water,  and  does  not  yield  an  anhydride. 

Terephthalic  acid  can  be  prepared  by  several  methods;  for  example^ 
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by  the  oxidation  of  turpentine.  It  is  almost  insoluble  in  water, 
alcohol,  and  ether.  It  does  not  melt  at  the  ordinary  pressure,  but 
at  high  temperatures  sublimes  without  decomposition.  like  iao- 
phthalic  acid,  it  does  not  form  an  anhydride. 

HIGHER    FOLYBASIC  ACIDS. 

331.  Tricarboxylic,  tetracarboxylic,  pentacarboxylic,  and  hexa- 
carboxylic  acids  are  known.  The  most  remarkable  is  the  hexacar- 
boxylic  mellitic  acid,  a  constituent  of  the  mineral  honey-stone,  found 
in  brown-coal  seams^  Honey-stone  is  the  aluminium  salt  of  mellitic 
acid,  and  has  the  formula  Ci/)i3Al2+18H30:  it  forms  yellow  quad- 
ratic octahedra.  Mellitic  acid  is  produced  by  the  oxidation  of  wood- 
charcoal  with  an  alkaline  solution  of  potas»um  permanganate  (16). 
It  crystallizes  in  fine  needles,  and  dissolves  freely  in  water  and  alco- 
hol. On*  heating,  it  loses  two  molecules  of  carbon  dioxide  and  two 
molecules  of  water,  with  formation  of  pyromeUUic  anhydride, 


00^"  5 
which  takes  up  water,  and  yields  pyromdliiie  acid,  CACOOOHV 


DERIVATIVES  WITH  TWO  OR  MORE  DISSIMILAR 
SUBSTITUEWTS. 


I.    SULPHO-DERIVATIVES. 
Halogensulphonic  Acids. 

332.  Among  the  hcUogensulpkanic  acids  are  the  three  bromO' 
benzenesidphonic  acids.    On  fusion  with  caustic  potash  each  yields 

OH  1 
resorcinol,  C6H4<qjj2.    This  reaction  exemplifies  a  compara- 
tively rare  phenomenon — ^the  introduction  of  a  substituent  into  a 
position  other  than  that  occupied  by  the  group  replaced.    Similar 
examples  are  cited  in  336  and  352. 

Phenolsulphonic  Acids. 

333.  o-Phenolsulphanic  add  and  ih-phenolsulphanic  add  are  ob- 
tained by  dissolving  phenol  in  concentrated  sulphuric  acid,  m- 
Phenohulphonic  add  is  produced  by  fusing  7n-benzenedisulphonic 
acid  with  caustic  potash.  The  o-acid  is  characterized  by  being 
easily  converted  into  the  p-compound,  even  on  evaporation  of  its 
aqueous  solution.  Phenol  sulphonates  more  readily  than  benzene, 
its  solution  in  sulphuric  acid  being  transformed  into  the  o-sulpho- 
acid  and  p-sulpho-acid  even  at  ordinary  temperatures. 

p-Aminobenzenesulphonic  Acid  or  Sulphanilic  Acid. 

334*  Sulphanilic  add  is  obtained  by  heating  aniline  with  fuming 
sulphuric  acid.  Like  its  isomerides,  it  dissolves  with  difficulty  in 
cold  water.  The  basic  properties  of  aniline  are  greatly  weakened  by 
the  introduction  of  the  sulpho-group  into  the  ring,  for  sulphanilic 
acid  cannot  yield  salts  with  acids,  whereas  the  sulpho-group  reacts 

437 
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with  bases,  forming  salts.    The  formula  of  sulphanillc  acid  is  prob- 

ably  C6H4<^jj  >;   that  is,  it  is  an  inner  salt.    On  fusion  with 

caustic  potash,  it  does  not  yield  aminophenol,  in  accordance  with 
precedent,  but  aniline.  Oxidation  with  chromic  acid  converts  it 
into  quinone.  On  pouring  a  mixture  of  sodium  sulphanilate  and 
sodium  nitrite  in  aqueous  solution  into  dilute  sulphuric  acid,  an 
inner  salt  of  benzenediazoniumsulphonic  acid  is  precipitated,  being 
nearly  insoluble  in  water: 

C6H4<&'^H  =  H20+C6H4<S  >• 


SO3     |H   ="   ^2^^-^^4^gO, 


'3 

This  compound  is  of  great  importance  in.  the  preparation  of  azo- 
dyes,  such  a^  helianthine  (324). 

Sulphobenzolc  Acids. 
335.  o-Bemofc  siUphinidef 

C6H4<gg2>NH, 

the  imino-derivative  of  o-sulphobenzoic  acid,  is  known  as  '*sac* 
charin.''  It  is  about  three  hundred  times  as  sweet  as  sugar,  and  on 
this  account  is  sometimes  employed  as  a  substitute  for  it.  Direct 
sulphonation  of  benzoic  acid  yields  m-sulphobenzoic  acid  almost 
exclusively,  so  that  saccharin  cannot  be  prepared  by  this  means. 
It  is  obtained  from  toluene,  which,  on  treatment  with  sulphuric 
acid,  yields  a  mixture  of  p-toluenesulphonic  add  and  oAoluenesul- 
phonic  acidy  the  former  being  the  chief  product.  The  o-acid  is  con- 
verted into  its  sulphamidef  the  methyl-group  of  which  is  then 
transformed  into  carboxyl  by  oxidation  with  potassium  permanga- 
nate. On  heating,  this  oxidation-product  loses  one  molecule  of 
water  very  readily,  forming  saccharin: 

CfiHs  •  CH3  — >  CaH4  <  Q^     2  "^  C6H4  <  Q^        ^  — ♦ 

Toluene         o-ToIuenesiulphonic  acid  o-SuIphamide 

->  C6H4  <  cSoH^'  ^  CeH*  <  ^2^  >  NH. 

o-Sulphamide  of  beniofc  acid  Saccharin 
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Saccharin  is  a  white,  crystalline  powder,  soluble  with  difficulty 
in  cold  water,  and  readily  soluble  in  alcohol  and  ether.  It  takes  up 
one  molecule  of  water,  yielding  the  sulphamide  of  o-sulphobenzoic 
iicid,  which  does  not  possess  a  sweet  taste. 

Remsen  found  that  the  "saccharin"  of  commerce  is  a  mixture  of 
o-benzoic  sulphinide;  p-»t(ip^mino6enzoic acid,  CXX)H«CeH 4 -SOxN Ha; 
and  potassium  hydrogen  o-sulphobemoatef  COOH-CaH^-SOaOK,  con- 
taining less  than  fifty  per  cent,  of  the  sulphinide.  The  melting-point 
of  the  pure  sulphinide  is  220^. 

n.  HALOGEN  DERIVATIVES. 
Halogenphenols. 

336.  o-Chlorophenol  and  p^hlorophenol  are  formed  by  the  direct 
chlorination  of  phenol,  and  also  by  reduction  of  the  halogen-nitro- 
benzenes  and  subsequent  diazotization  of  the  compounds  formed. 
They  have  a  pungent  odour.  By  fusion  with  caustic  potash,  the 
halogen  can  be  replaced  by  hydroxyl,  although  the  corresponding 
hydroxyl-compound  is  not  always  formed  (332).  The  introduction 
of  halogen  considerably  augments  the  acidic  character  of  the  phenols: 
thus,  trichlorophenol  decomposes  carbonates.  It  is  mentioned  in 
^75  that  the  presence  of  hydroxyl  in  the  ring  considerably  facili- 
tates the  substitution  of  the  hydrogen  atoms  by  halogen.  Iodine, 
however,  can  only  substitute  in  presence  of  an  oxidizing  agent,  to 
remove  the  hydriodic  acid  formed;  since,  unless  this  were  oxidized, 
it  would  remove  the  iodine  atom  from  the  iodophenol  produced. 

Halogenbenzolc  Acids. 

337.  mrChlorcbenzoic  acid  can  be  obtained  by  direct  chlorination 
of  benzoic  acid,  but  is  most  readily  got  by  diazotizing  the  cor- 
responding amino-compound,  which  is  also  the  best  method  for  the 
preparation  of  the  ortAo-halogenbenzoic  and  /xira-halogenbenzoic 
Acids.  Phosphorus  pentachloride  does  not  react  readily  with  the 
hydroxybenzoic  acids;  hence  the  halogenbenzolc  acids  cannot  be 
satisfactorily  prepared  by  its  aid. 

As  would  be  expected,  the  acidic  character  of  benzoic  acid  is 
strengthened  by  the  introduction  of  halogen.  The  dissociation- 
constant  lO^fc  of  the  halogenbenzoic  acids  is  greater  than  that  of 
benzoic  acid  itself.    For  benzoic  acid  10*A;  is  0*6;  for  o-chloroben- 
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zoic  acid  13-2;  for  m-chlorobenzoic  acid  1-55;  for  p-chlorobenzon 
acid  0«93.  These  values  prove  that  the  chlorine  atom  in  the  artho- 
position  exercises  the  greatest  influence  and  that  in  the  paro-position 
the  least,  while  for  the  m-compound  10*/:  is  intermediate  in  value. 

Combinations  of  halogen  with  the  sulpho-group  are  referred  to 
in  332. 

m.  HYDROZYL-DERIVATIVES. 
Hitrosophenol. 

338.  In  certain  respects  niiroaophenol  reacts  as  though  it  had 

NO 

the  constitution  CeR^KQxjf  although  its  formation  from  quinone 

.NOH 
and  hydroxylamine  points  to  the  constitution  C6H4^        .    It  is 

prepared  by  the  action  of  nitrous  acid  upon  phenol,  or  of  caustic 
potash  upon  nitrosodimethylaniline: 


C^,<g^NO^C^jj.<gg4-H.O; 


ON<^~^|N(CH3)2+H|OH  -  HN(CH3)2  +ON<^^^H. 


Like  other  oximes,  nitrosophenol,  or  quinone  monO-oxime, 
tmites  with  bases.  It  is  a  colourless  compound,  crystallizing  in 
needles  which  soon  turn  brown  on  exposure  to  air.  On  oxidation 
and  reduction,  it  behaves  as  though  it  were  nitrosophenoi,  yielding 
nitrophenol  and  amiriophenol  respectively. 

Nitrophenols. 

339.  The  increased  aptitude  for  substitution  displayed  by  the 
hydrogen  atoms  of  the  benzene-nucleus  after  introduction  of  a 
hydroxyl-group  is  illustrated  by  the  behaviour  of  the  phenols 
towards  nitric  acid.  To  obtain  nitrobenzene  from  benzene,  it  is 
necessary  to  employ  concentrated  nitric  acid,  whereas  phenol  is 
converted  by  dilute  nitric  acid'  at  low  temperatures  into  o-nitro- 
phenol  and  p-nitrophenoL  The  two  isomerides  can  be  separated  by 
distillation  with  steam,  with  which  only  the  ortAo-compound  is 
volatile.    m-Nitrophenol  can  be  prepared  from  m^nitroaniline  by 
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the  diazo-reaction.  o-Nitroaniline  and  p»nitroaniIine^  but  not 
m-nitroaniline,  yield  nitrophenols  directly  by  fusion  with  potash: 

OH 

NO3 

This  reaction  proves  that  the  presence  of  several  substituents  in  the 
benzene-nucleus  considerably  facilitates  the  introduction  of  other 
groups.  The  acidic  character  of  phenol  is  strengthened  in  the 
nitrophenols:  they  decompose  all  carbonates,  although  nitrophenol 
is  precipitated  from  a  solution  of  an  alkali-metal  nitrophenoxide  by 
carbon  dioxide. 

340.  The  most  important  nitrophenol  derivative  is  picric  edd, 
or  1 : 2 : 4 : 6-trinitrophenol, 

NO. 
NOgA  OOH 

NOt 

This  substance  has  been  known  for  a  long  time,  and  is  produced  by 
the  action  of  concentrated  nitric  acid  upon  many  substances,  such 
as  silk,  leather,  resins,  aniline,  indigo,  etc.  It  is  prepared  by  dis- 
solving phenol  in  concentrated  sulphuric  acid,  and  carefully  adding 
small  quantities  of  this  solution  to  concentrated  nitric  acid  of  1-4 
specific  gravity.  An  energetic  reaction  ensues,  after  which  the 
mixture  is  warmed  for  some  time  on  a  water-bath:  on  coojing, 
picric  acid  crystallizes  out.  It  cannot  be  further  nitrated :  in  other 
words,  it  is  the  final  product  of  the  action  of  nitric  acid  upon  phenol. 
This  fact  explains  its  production  by  the  action  of  nitric  acid  upon 
such  heterogeneous  substances. 

When  pure,  solid  picric  acid  has  only  a  very  faint-yellow  colour, 
but  its  aqueous  solution  is  deep  yellow.  It  is  a  strong  acid,  and, 
therefore,  undei^oes  considerable  ionization  on  solution  in  water: 
the  yellow  colour  is  characteristic  of  the  anion,  since  the  solution 
of  this  acid  in  petroleum-ether,  in  which  there  is  no  ionization,  is 
colourless.  It  is  slightly  soluble  in  cold  water,  and  is  not  volatile 
with  steam.    It  melts  at  122''. 
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A  consideration  of  the  following  reactions  shows  that  picric  acid 
is  comparable  with  the  carboxylic  acids.  Phosphorus  pentachloride 
replaces  the  hydroxyl-group  by  chlorine,  with  formation  of  picryl 
chloride, 

NOa/NNOa 

\>  • 

NO2 

which  has  the  character  of  an  acid  chloride.  Thus,  it  is  decom- 
posed by  hot  water  into  hydrochloric  acid  and  picric  acid,  and  with 

anunonia  yields  jAcramide,  CeHairxi       1  *       .    Silver  picrate  and 

methyl  iodide  yield  methyl  picrate:  it  has  the  properties  of  an  ester, 
being  saponified  by  boiling  with  concentrated  caustic  alkalis,  and 
yielding  picramide  on  treatment  with  ammonia.  These  facts  afford 
further  evidence  of  the  remarkable  increase  in  the  reactivity  of  the 
hydroxyl-group,  due  to  the  presence  of  the  three  nitro-groups. 

Picric  acid  yields  well-defined  crystalline,  explosive  salts,  of  a 
yellow  or  red  colour.  The  potassium  salt  dissolves  with  difficulty 
in  water,  and  the  ammonium  salt  explodes  by  percussion,  although 
the  acid  itself  does  not. 

It  yields  molecular  compounds  with  many  aromatic  hydrocar- 
bons; for  example,  with  naphthalene  a  compound  of  the  formula 
CioH8'C6H2(N02)3'OH.  These  derivatives  crystallize  well,  and 
have  definite  melting-points.  They  are  sometimes  employed  with 
advantage  in  the  separation  of  hydrocarbons,  or  in  their  identi- 
fication. Picric  acid  is  eliminated  from  them  by  the  action  of 
rfmmonia. 

The  acid  can  be  detected  by  an  aqueous  solution  of  potassium 
cyanide,  which  yields  a  red  colouration  due  to  the  formation  of 
tsopurpuric  acid. 

Picric  acid  is  employed  as  an  explosive,  usually  in  the  form  of 
its  ammonium  salt,  which  leaves  no  residue  on  explosion,  and  is  a 
constituent  of  'Myddite."  It  is  also  used  as  a  dye,  imparting  a 
yellow  colour  to  wool  and  silk. 

Styphntc  acid,  CeHL^Q^?  ,  is  a  type  of  a  nitrated  dihydroxy- 

benzene,  and  is  obtained  by  the  action  of  cold  nitric  acid  upon  reaor- 
dnol,  as  well  as  from  certain  gum-resins  by  the  same  means.  The 
conversion  of  m-nitrophenol  into  st3rphnic  acid  by  the  action  of 
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nitric  acid  involves  the  intermediate  formation  of  a  tetranitro-com- 
poundi  in  which  one  of  the  nitro-groups  is  so  reactive  as  to  be 
replaceable  by  hydroxyl  on  treatment  with  water,  with  formation  of 
styphnic  acid. 

Aminophenols. 

341.  Aminophenols  are  formed  by  the  reduction  of  nitrophenols. 
The  acidic  character  in  these  compounds  is  so  weakened  that  they 
do  not  combine  with  bases:  on  the  other  hand,  they  yield  salts  with 
acids.  In  the  free  state  the  aminophenols  are  colourless  solids, 
crystallizing  in  leaflets,  and  readily  turned  brown  by  atmospheric 
oxidation  with  formation  of  a  resin.  Their  hydrochlorides  are  more 
stable. 

o-Aminophenol  yields  compounds  by  the  substitution  of  acid- 
residues  in  the  amino-group,  which  at  once  lose  water,  foitning 
cnhydro-baaes: 


►CH3. 

EthenyUminophenol, 
Anhydro-base 

On  treatment  with  acids,  aminophenol  and  acetic  acid  are  regen- 
erated. 

p~Aminophenol  is  obtained  by  the   electro-reduction  of  nitro- 
benzene in  acid  solution  (292). 

The  alkaline  solution  of  p-aminophenol  rapidly  acquires  a  dark 
colour,  unless  sodium  sulphite  is  present.  The  trade-name  of  this 
solution  is  "rodinal."  It  finds  application  as  a  photographic 
developer. 

LuMikRE  has  discovered  certain  general  conditions  which  aro- 
matic compounds  must  fulfil  to  be  available  as  photographic  devel- 
opers. They  must  either  contain  some  hydroxyl-groups  or  amino- 
groups,  or  at  least  one  of  each  class.  In  order  that  the  developing 
action  may  not  be  interfered  with  when  substituents  are  present  in 
the  amino-group  and  in  the  hydroxyl-group,  not  less  than  two  such 
unsubstituted  groups  must  be  present  in  the  molecule. 

A  derivative  of  p-aminophenol  used  in  medicine  is  "  phenacetin  " 

OC  H 
or  acetylphenetidiney  CeH4<i^.Q  tt  q,  the  acetamino-derivative  of 

phenetole,  CeHs-OC^Hs. 
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Salts  of  l:2:4-diaminopheQol  are  employed  as  photographic  de- 
velopers under  the  name  ''  amidol." 


Honohydrozy-acids. 

342.  The   most     important   of     the   monohydroxy-acids     is 

OH       1 
o-hydroxybenzoic    acid,    or  salicylic  acid,   ^^^<c\(\(yR2'    ^^ 

derives  its  name  from  salicin,  a  glucoside  in  the  bark  and  leaves  of 
the  willow  (salix).  On  hydrolysis,  this  substance  yields  saligenin 
and  dextrose: 

C18H18O7+H2O  =*  C7H802+C6Hi20e. 

Salicin  Saligenin         Dextrose 

Saligenin  is  the  alcohol  corresponding  to  salicylic  acid,  into  which 
it  is  converted  by  oxidation: 

C6H4  <  CH2OH  ""  ^^*  <  COOH- 

Saligenin  Salicylic  acid 

Salicylic  acid  is  present  as  methyl  ester  in  oil  of  wintergreen 
(GauUheria  procumbens),  from  which  the  acid  is  sometimes  obtained 
for  pharmaceutical  use.  It  can  also  be  prepared  by  the  action  of 
nitrous  acid  on  anthranilic  acid,  o-aminobenzoic  acid  (351),  by 
fusing  o-chlorobenzoic  acid  or  o-bromobenzoic  acid  with  caustic 
potash,  and  by  other  methods. 

Salicylic  acid  is  manufactured  by  a  process  discovered  by 
KoLBE  and  improved  by  Schmidt,  in  which  sodium  phenoxide  is 
heated  with  carbon  dioxide  in  an  autoclave  at  130°. 

At  the  ordinary  temperature  at  a  pressure  of  about  IJ  atmos* 
pheres,  sodium  phenoxide  and  carbon  dioxide  react  to  form  sodium 
phenylcarbonate: 

CeHg.Q.Xa+COj  -  CoHB-O-COONa. 

For  a  long  time  this  compound  was  regarded  as  an  intermediate 
product  in  the  synthesis  of  salicylic  acid,  a  view  now  known  to  be 
incorrect.  On  heating,  it  decomposes  into  sodium  phenoxide  and 
carbon  dioxide,  the  latter  exerting  a  pressure  of  about  one  atmosphere 
at*85®.    Only  after  prolonged  heating  above  100®  does  the  pressure 
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diminish,  with  formation  of  salicylic  add.  The  carbon  dioxide 
reacts  in  accordance  with  the  equation 

/ONa  ,ONa 

^H  ^COOH 

Sodium  phenoxyl.o- 
carbozylic  acid 

that  is,  it  enters  between  an  or^/io-hydrogen  atom  and  the  nucleus, 
producing  a  carboxyl-group.  That  sodium  phenoxyl-o^carboxylic 
acid  is  the  primary  product  of  the  reaction  is  proved,  inter  cdiny  by 
the  fact  that,  when  it  is  heated  with  sodium  phenoxide,  phenol  and 
disodium  sahcylate  are  formed: 

/ONa  .ONa 

CJHZ  +Na.0CeH5  -  CeH<  +CaH50H. 

^COOH  ^COONa 

Disodium 
aalicylAte 

Sodium  salicylate,  on  the  contrary,  does  not  react  with  sodium 
phenoxide.  In  its  power  of  absorbing  ammonia,  sodium  phenoxyl- 
o-carboxylic  acid  also  differs  from  sodium  salicylate. 

Salicylic  acid  is  a  white,  crystalline  powder,  which  dissolves 
with  difficulty  in  cold  water,  and  melts  at  159®.  When  carefully 
heated,  it  sublimes,  but  on  rapid  heating  decomposes  into  phenol 
and  carbon  dioxide.  With  bromine-water  it  yields  a  precipitate 
of  the  formula  C6H2Br3-OBr.  It  gives  a  violet  colouration  with 
ferric  chloride,  both  in  aqueous  and  in  alcoholic  solution,  whereas 
phenol  dissolved  in  alcohol  does  not.  When  boiled  with  calcium 
chloride  and  ammonia,  a  solution  of  salicylic  acid  precipitates  basic 

calcium  salicylate,  C6H4C^Q^Ca:  this  reaction  affords  a  means  of 

separating  salicylic  acid  from  its  isomerides,  which  do  not  give 
this  reaction. 

Salicylic  acid  is  a  pow^erful  antiseptic,  and  is  employed  as  a 
preservative  for  foods  and  such  beverages  as  beer.  It  is  not,  how- 
ever, completely  innocuous.  Sodium  salicylate  is  employed  as  a 
medicament. 

When  the  acid  is  heated  to  220®,  it  loses  carbon  dioxide  and 
water,  with  formation  of  phenyl  salicylate: 

C6H4<coO[Hl+^«^Kf6oilH  ^  ^^2+H20+C6H4<cQQ(.^jj5- 


446  ORGANIC  CHEMISTRY.  (51 343, 344 

This  compound  is  employed  as  an  antiseptic  under  the  name 
'*salol."  By  heating  to  300°,  its  sodium  derivative  is  converted 
into  sodium  phenylsalicylate: 

^«^4<  COOCeHfi      ^^*^  COOMa' 

m-Hydroxybemoic  acid  and  p~hydroxybemoic  acid  yield  no  coloura- 
tion with  ferric  chloride.    Their  basic  barium  salts  are  insoluble. 

Dihydrozy-acids. 
343*  Among  the  dihydroxy-adds  is  protocaiechuic  acid, 

yCOOHl 

qBH3A)H       3. 

X)H       4 

It  is  obtained  from  many  resins  by  fusion  with  potash,  and  syn- 
thetically by  heating  catechol  with  ammonium  carbonate,  the  latter 
method  being  a  striking  example  of  the  readiness  with  which  the 
carboxyl-group  can  sometimes  be  introduced  into  the  ring.  It  is 
freely  soluble  in  water.  It  reduces  an  ammoniacal  silver  solution^ 
but  not  an  alkaline  copper  solution.  It  gives  a  characteristic 
reaction  with  ferric  chloride,  yielding  a  green  colour,  which  changes 
to  blue  and  finally  to  red  on  addition  of  a  very  dilute  solution  of 
sodium  carbonate. 

Trihydroxy-acids. 

344.  The  best-known  trihydroxy-acid  is  galiic  add, 

/COOH  1 

^6"2\<OH       4" 
\0H       5 

It  is  a  constituent  of  gall-nuts,  tea,  and  "divi-divi.'*  a  material 
used  in  tanning.  It  is  usually  prepared  by  boiling  tannin  with 
dilute  acids.  It  crystallizes  in  fine  needles,  readily  soluble  in  hot 
water.  It  is  mentioned  in  314  that^  on  heating,  the  acid  loses  CO2, 
forming  pyrogallol.  Gallic  acid  reduces  the  salts  of  gold  and  silver, 
and  giVes  a  bluish-black  precipitate  with  ferric  chloride.      In  aika- 
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line  solution  it  is  turned  brown  in  the  air  by  .oxidation,  like  pyro- 
gallol. 

Gallic  acid  is  employed  in  the  manufacture  of  blue-black  ink. 
For  this  purpose  its  aqueous  solution  is  mixed  with  a  solution  of 
ferrous  sulphate  containing  a  trace  of  free  sulphuric  acid.  Without 
the  acid,  the  ferrous  sulphate  would  quickly  oxidize  in  the  air,  giving 
a  thick,  black  precipitate  with  the  gallic  acid:  this  oxidation  is  re- 
tarded in  a  remarkable  manner  by  the  addition  of  a  very  small  quan- 
tity of  sulphuric  acid.  As  soon  as  the  solution  is  brought  into  con- 
tact with  paper,  the  free  acid  is  neutrahzed  by  the  alumina  always 
present  in  the  latter,  and,  as  oxidation  is  no  longer  prevented,  the 
writing  in  drying  turns  deep  black.  As  the  mixture  of  the  solutions 
of  ferrous  sulphate  and  gallic  acid  has  only  a  faint-brown  colour, 
which  would  make  the  fresh  writing  almost  invisible,  indigo-carmine 
is  added  to  the  mixture.  This  imparts  to  the  ink  coming  from  the 
pen  a  dark-blue  colour,  which  changes  by  the  process  described  to  a 
deep  black. 

The  tannins,  or  tannic  adds,  are  very  closely  related  to  gallic 
acid,  and  are  widely  distributed  in  the  vegetable  kingdom.  The 
tannins  are  compounds  which  are  soluble  in  water,  have  a  bitter^ 
astringent  taste,  yield  a  dark-blue  or  green  precipitate  with  ferric 
salts,  convert  substances  containing  gelatin — such  as  animal  hides 
— into  leather,  and  precipitate  proteids  from  theu*  solutions.  Some 
of  the  tannins  are  glucosides. 

The  most  typical  tanning-material  is  tannin  or  tannic  add,  con- 
tained in  oak-bark.  It  is  a  derivative  of  gallic  acid,  into  which  it  is 
converted  by  boiling  with  dilute  hydrochloric  acid.  Tannin  is 
optically  active,  and  seems  to  have  a  somewhat  complicated  molec- 
ular structure. 

It  is  best  obtained  from  gall-nuts — pathological  excrescences  on 
the  leaves  and  branches  of  the  oak,  caused  by  an  insect.  Turkish 
gall-nuts  are  especially  rich  in  tannin,  yielding  as  much  as  65  per 
cent. 

Tannin  imparts  its  characteristic  bitter  taste  to  many  beverages 
— to  tea  which  has  been  too  long  infused,  for  instance.  The  addition 
of  milk  removes  this  bitter  taste,  because  the  tannin  forms  an  insol- 
uble compound  with  the  proteids  present  in  the  milk. 

Tannin  is  a  white  (sometimes  yellowish),  amorphous  powder, 
readily  soluble  in  water,  only  slightly  in  alcohol,  and  insoluble  in 
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ether.  It  forms  salts  with  two  equivalents  of  the  metals,  and  pre- 
cipitates many  alkaloids,  such  as  strychnine  and  quinine,  from 
their  aqueous  solutions  (401). 

A  distinction  is  drawn  between  the  different  kinds  of  tanning- 
substances,  which  have  properties  analogous  to  those  of  tannin,  but 
differ  from  it  in  composition.  They  are  named  after  the  plants  in 
which  they  are  found;  kino-tannin,  caiechu4annin,  moringa-tannin, 
coffee-tannin,  oak-tannin,  quinine-tannin,  and  others  are  known. 

345.  The  tannins  find  application  in  medicine  and  in  the  tan- 
ning of  hides. 

In  making  leather,  the  hide  is  saturated  with  the  tannin,  because 
without  this  treatment  it  cannot  be  employed  in  the  manufacture 
of  shoes  and  other  articles,  since  it  soon  dries  to  a  hard,  horn-like 
substance,  or  in  the  moist  condition  becomes  rotten.  When  satu- 
rated with  tannin  it  remains  pliant,  and  does  not  decompose. 

The  skin  of  an  animal  consists  of  three  layers,  the  epidermis,  the 
cuticle,  and  the  fatty  layer.  The  cuticle  being  the  part  made  into 
leather,  the  two  other  layers  are  removed  by  suspending  the  hides  in 
running  water,  when  the  epidermis  and  fatty  layer  begin  to  decom- 
pose, and  are  removed  by  means  of  a  blunt  knife.  Alternate  hori- 
zontal layers  of  the  hides  thus  prepared  and  oak-bark  or  some  other 
material  containing  tannin  are  placed  in  large  troughs  or  vats, 
which  are  then  filled  with  water.  At  the  end  of  six  or  eight  weeks 
the  hides  are  taken  out  and  placed  in  a  second  vat  containing  fresh 
bark  of  stronger  quality.  This  is  continued  with  increasingly  concen- 
trated tannin  solutions  until  the  hides  are  perfectly  tanned,  the  pro- 
cess lasting  as  long  as  two  or  three  years,  according  to  the  thickness 
of  the  hide.  Whether  a  hide  is  thoroughly  saturated  or  tanned  can 
be  judged  from  the  appearance  of  its  cross-section,  or  by  treatment 
with  dilute  acetic  acid:  if  this  treatment  makes  it  swell  up  internally, 
it  shows  that  the  conversion  into  leather  is  incomplete.  It  is  still  a 
matter  of  doubt  whether  tanning  is  a  mechanical  or  a  chemical  pro- 
cess. According  to  some,  the  tannin  is  simply  deposited  mechanically 
in  the  hides :  according  to  others,  chemical  union  takes  place  between 
the  tissue  of  the  hide  and  the  tannin.  The  first  view  is  held  by  most 
chemists. 

Acids  Containing  Hydrozyl  or  Carbozyl  in  the  Side-chains. 

346.  Three  different  types  of  acids  with  hydroxyl  or  carboxyl  in 
the  side-chains  are  possible. 
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1.  OH  in  the  side-chain,  COOH  in  the  ring. 

2.  COOH  in  the  side-chain,  OH  in  the  ring. 

3.  OH  and  COOH  both  in  the  side-chain. 

£ 

The  following  are  representatives  of  these  three  classes. 

CH  OH  1 

1.  Hydroxymeihy}benz(ncM£id,  ^^^A<QrJ\YL    2'  ^  d^®'^^^^^©^  ^^ 

326.    It  yields  phthalide  by  separation  of  water,  and  is  obtained 

CH  CI 
by  boiling  o-xyZt/fen€  cWoride,  C6H4<QTT^>^i,  with  water  and  lead 

nitrate. 

OH 

2.  p-Hydroxyphenylpropwnic  acid,  Cell4<Q^    q^  -COOH'  ^ 

of  some  importance  owing  to  its  relation  to  tyrosine  (M.P.  235°) — 
which  derives  its  name  from  its  presence  in  old  cheese,  and  is  pro- 
duceid  when  proteids,  such  ais  white  of  egg,  horn,  hair,  etc.,  are 
boiled  with  hydrochloric  acid  or  sulphuric  acid.    Its  formula  is 

CgHiiOaN,  and  its  structure  HO.C6H4.CH2-C^OOH;   it  is  the 

\NH2 

a-amino-acid  of  p-hydrox3rphenylpropionic  acid.     Being  an  amino- 

acid,  it  yields  salts  with  acids  as  well  as  with  bases. 

OH 
o-Hydraxycinnamic  add,  C6H4<qtt.qttpqqtt,  exists  in  two. 

forms,  cumaric  acid  and  cumarinic  acid,  which  are  easily  converted 
into  each  other.  Cumarinic  acid  is  not  known  in  the  free  state, 
but  only  in  the  form  of  salts,  since,  on  liberation,  it  at  once  loses  a 
molecule  of  water,  yielding  cumarin,  the  aromatic  principle  of 
woodruff  {AspenUa  odorata).  Cumaric  acid,  on  the  other  hand, 
does  not  yield  a  corresponding  anhydride:  removal  of  water  pro- 
duces cumarin,  which  is  converted  into  salts  of  cumarinic  acid  by 
treatment  with  alkalis.  This  behaviour  recalls  that  of  fumaric  acid 
and  maleic  acid  (170),  and  it  may  be  assumed  that  the  stereoisomer- 
ism of  these  acids  is  similar.  Both  can  then  be  represented  as 
follows: 

H-C-C6H4-OH    H-C.C6H4-OH  H.C-C6H4 

II  II  -H2O  «        II    >0. 

HOOC-C-H  H.C.COOH  H-C-CO 

CmnArioaetd;  Cumarinio  arid :  Cumarin 

giTM  no  eoiTMponding  only  known  in  the  loim 

anhydride  ot  aalM 
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Cumarin  can  be  obtained  from  salicylaldehyde  by  Sib  William 
Perkin's  synthesis  (309):  acetylcumaric  acid, 

nTT^O|C2H30 
^^*^CH:CH.COOIH' 

IS  first  formed,  and  is  converted  into  cumarin  by  heating,  acetic 
acid  being  eliminated.  . 

3.  Mandelic  acid  has  both  hydroxyl  and  carboxyl  in  the  side- 
chain.  Its  constitution  is  CeHs-CHOH-COOH,  as  its  synthesis 
from  benzaldehyde  and  hydrocyanic  acid  indicates.  The  mandelic 
acid  found  in  nature  is  Isevo-rotatory.  The  synthetical  acid  can  be 
resolved  by  the  action  of  cultures  obtained  from  mildew  {PenicU- 
Hum  glavcum),  the  dextro-rotatory  acid  being  left  intact.  The 
decomposition  is  also  effected  by  the  formation  of  the  cinchonine 
salts,  when  the  salt  of  the  dextro-rotatory  acid  crystallizes  out  first. 

Inactive  mandelic  acid  is  also  called  ''para-mandelic  acid."  It 
melts  at  119^,  and  dissolves  very  readily  in  water:  the  optically 
active  modification  melts  at  134®,  and  is  less  soluble  in  water. 

347.  The  unsaturated  piperic  acidf  C12H10O4,  is  a  decomposi- 
tion-product of  piperine  (388).  Oxidation  converts  piperic  acid 
into  jdperonal, 


The  constitution  of  this  substance  is  established  by  two  reactions. 
First,  on  heating  with  hydrochloric  acid  it  is  converted  into  proto- 
catechiialdehyde  and  carbon: 

CHO.C6H3<g>CH2  =  CHO.C6H3<g|+a 

Second,  it  is  regenerated  by  the  action  of  methylene  iodide  and 
alkali  upon  this  aldeh3^e.  ^ 

Piperonal  melts  at  37®,  and  boils  at  263®:  its  odour  exactly 
resembles  that  of  heliotropes.  In  presence  of  caustic  soda,  piperonal 
condenses  with  acetaldehyde  to  piperont/iocrofein: 
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CH2  <  Q  >CfjH8  -Cq  +  CH3  •  Cq  ™ 

-  CH2<Q>CeH3-CH:CH.c5-fH20. 

By  Perkin's  synthesis  (309),  piperonylacrolein  is  converted  by  the 
action  of  sodium  acetate  and  acetic  anhydride  into  piperic  acid: 

CH2<Q>C6H3-CH:CH.c5+CH3-COOH  - 
-  CH2<Q>CeH3.CH:CH.CH:CH.CXX)a 

Hydrozyaldehydes. 

348.  Hydraxyaldehydea  can  be  obtained  artificially  by  a  syn- 
thetical method  generally  applicable  to  the  preparation  of  aromatic 
hydroxyaldehydes.  It  consists  in  treating  the  phenols  in  ethereal 
solution  with  anhydrous  hydrocyanic  acid  and  hydrochloric-acid 
gas,  it  being  sometiipes  an  advantage  to  add  a  small  quantity  of 
zinc  chloride  as  a  condensing  agent.  This  mode  of  synthesis  was 
discovered  by  Gattermann,  whose  name  it  bears.  The  hydro- 
chloride of  (in  imide  is  formed  as  an  intermediate  product,  and  can 
sometimes  be  isolated: 

CeHfiOH+HCN+HCl  «  C6H4<25.jjjj^jj(jj. 

On  treatment  with  warm  water,  the  imide-salt  is  converted  into 
the  hydroxyaldehyde  and  ammonium  chloride: 

^«^4<cn:NH.5Cl"^^20  =  C6H4<QjjQ-fNH4Cl. 

jhHydroxybenzaldehyde  is  here  obtained^from  phenol. 
/OH    1 
Scdicylaldehyde,  C^li4\^ytl    ,  occurs  in  volatile  oU  of  spircea. 

\) 
The  o-hydroxyaldehydes  colour  the  skin  deep^Uow. 
To  this  class  of  substances  belongs  vanillin, 

CeHs^-OCHaS'  •     • 

\0H     4  ^ 
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the  methyl  ether  of  protocatechualdehyde.  It  is  the  aromatic  prin- 
ciple of  vanilla,  and  is  prepared  on  the  laige  scale  by  oxidizing 
isoeiigenol, 

/OR 
CSbHs;— -OCHs  • 

XJHiCH.CHa 

This  substance  is  obtained  by  boiling  eugenol, 

/OH 
CgHsT-OCHs  , 

\CH2-CH:CHa 

with  alcoholic  potash,  which  alters  the  position  of  the  double  link- 
ing in  the  side-chain.  Eugenol  is  the  chief  constituent  of  oil  of 
cloves. 

IV.    COMPOimDS  WITH  THE  IVITRO-GROnP  AND  AMINO^ROnP. 
Nitroanilines. 

349.  Nitroanilines  can  be  obtained  by  the  partial  nBduction  of 
dinitro-compounds  by  means  of  ammonium  sulphide.  Another 
method  for  their  production  consists  in  the  nitration  of  anilines, 
though  if  nitric  acid  is  allowed  to  act  directly  on  this  base  the 
resulting  products  are  mostly  those  of  oxidation.  If  nitration  is 
to  be  carried  out,  the  amino-group  must  be  "protected  "  against 
the  action  of  this  acid,  either  by  first  converting  the  aniline  into 
acetanilide,  or  by  causing  the  nitric  acid  to  react  in  presence  of  a 
large  quantity  of  sulphuric  acid."  When  the  acetyl-compound  is 
employed,  jh-nitroaniline  is  the  chief  product:  with  sulphuric  acid, 
chiefly  TOrnUroaniline  and  j)7nitroaniline  are  formed,  and  a  yexy 
small  proportion  of  the  o-nitroanUine. 

In  these  substances  there  is  a  weakening  of  the  basic  character, 
m-nitroaniline,  for^xample,  yielding  salts  which  are  decomposed 
by  water. 

o-Nitroaniline,  m-nitroaniline,  and  p-nitroaniline,  C6H4<ttg^, 

are  yellow,  crystalline  compounds,  readily  soluble  in  alcohol.  Their 
mejjing-points  are  respectively  71®,  114^  and  147®. 
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Nitrobenzolc  Acids. 

350.  na-Nitrobensotc  acid  is  the  principal  product  obtained  by 
nitrating  benzoic  acid;  some  o-nitrobenzoic  add  and  a  very  small 
proportion  of  p-nitrobenzoic  acid  are  simultaneously  formed.  The 
ori/k)-compound  is  best  obtained  by  the  oxidation  of  o-nitrotoluene, 
and  is  characterized  by  an  intensely  sweet  taste. 

The  introduction  of  the  nitro-group  causes  a  large  increase  in 
the  value  of  the  dissociation-constant  10'*A;,  which  for  benzoic  acid 
itself  is  0-6,  for  o-nitrobenzoic  acid  61-6,  for  the  m-acid  3*45,  and 
for  the  p-acid  3 -96.  The  melting-points  of  these  acids  are  re- 
spectively 148^  141°,  and  241^ 

Aminobenzolc  Acids. 

351.  The  most  important  of  the  aminobenzoic  acids  is  o-amtm>- 
benzoic  add,  called  anthranilic  acid,  first  obtained  by  the  oxidation 
of  indigo  (398).  It  has  the  character  of  an  amino-acid,  yielding 
salts  with  both  acids  and  bases.  It  possesses  a  sweet  taste  and 
slightly  antiseptic  properties.  It  is  obtained  by  the  method  of 
HooGEWERFF  and  VAN  Dorp  (244),  by  treating  phthalimide  with 
bromine  and  caustic  potash.  The  potassium  salt  of  phthalaminic 
acid  is  first  formed,  and  then  changes  into  anthranilic  acid: 

C6H4<co>NH  ->  C6H4<cooK^  "" ^«H*<COOH 

PhthaUmide         Potaaaium  phthalaminste         Anthranilic  acid 

Anthranilic  acid  melts  at  145°,  and  can  be  sublimed  wnthout 
decomposition.  It  dissolves  readily  in  water  and  in  alcohol.  By 
the  method  indicated  it  is  prepared  technically  for  the  synthesis  of 
indigo,  bleaching-powder  being  substituted  for  the  caustic  potash 
and  bromine. 


ORIENTATION  OF  AROMATIC  COMPOUNDS. 

352.  Orientation  is  the  determination  of  the  relative  positions 
occupied  by  the  side-chains  or  substituents  in  the  benzene-rinj^. 
A  description  of  a  number  of  the  most  important  substitution- 
derivatives  of  benzene  having  been  given  in  the  foregoing  pages,  it 
becomes  necessary  to  furnish  an  insight  into  the  methods  by  which 
orientation  is  carried  out. 

These  methods  are  based  on  two  main  principles. 

1.  Relative  determination  of  position, — ^The  compound  with  sub- 
stituents in  unknown  positions  is  converted  into  another,  with 
known  positions,  it  being  inferred  that  the  first  compound  has  its 
substituents  arranged  similarly  to  the  second.  If,  for  example,  the 
constitution  of  one  of  the  three  xylenes  is  required,  the  hydrocarbon 
can  be  oxidized.  The  particular  phthalic  acid  formed  indicates  the 
positions  of  the  methyl-groups  in  the  xylene  under  examination, 
provided  the  positions  of  the  carboxyl-groups  in  the  three  phthalic 
acids  are  known. 

To  apply  this  method,  it  is  necessary  to  know  the  positions  of 
the  substituents  in  a  small  number  of  compounds,  and  it  is  further 
assumed  that  the  positions  of  the  substituents  remain  the  same 
during  the  course  of  the  reactions  involved.  Usually,  this  continu- 
ity holds,  although  the  position  of  the  side-chain  does  alter  in  a  few 
reactions. 

The  three  bromo-sul phonic  acids  are  converted  into  resorcinol 
by  fusion  with  caustic  potash  (332).  There  are  other  examples  of 
change  of  position  when  the  sulpho-group  is  replaced  by  the  hydroxyl- 
group,  by  fusion  with  caustic  alkalis. 

To  avoid  erroneous  conclusions,  it  is,  therefore,  desirable  in 
cases  of  doubt  to  check  the  determination  of  position  by  converting 
the  substance  into  another  compound. 

454 
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2.  Absolute  determination  of  position. — ^The  positions  of  the  sub- 
;8tituents  are  determined  without  the  aid  of  other  compounds  with 
substituents  in  known  positions.  A  general  method  is  afforded  by 
Korneb's  principle,  by  which  it  is  possible  to  ascertain  whether 
substances  C6H4X2,  containing  two  substituents,  are  ortho-corn^ 
pounds,  wieto-compounds,  or  para-compounds,  effected  by  deter- 
mining the  number  of  trisubstitution-products  corresponding  to 
them. 

When  a  third  group,  Y,  is  introduced  into  an  or//ia-compound, 
C6H4X2,  whether  Y  is  the  same  as  or  different  from  X,  only  two 
isomerides  can  be  formed, 


X 
X 

Y       and 


0 


Y 


The  introduction  of  a  third  group  into  a  m«ta-Gompound  renders 
possible  the  formation  of  three  isomerides. 


X 


0 


With  a  para-compound  the  introduction  of  a  third  group  yields 
only  one  trisubstitution-product, 


A. 

0'- 


In  addition  to  this  general  method,  there  are  other  special 
methods,  several  of  which  are  described.  They  substantiate  fully 
the  conclusions  already  arrived  at  by  Korner's  method. 
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z.  Absolute  Determination  of  Position  for  ortAo-Compounds. 

353.  For  the  ortho-eeries,  the  structure  of  a  dibromobenzene 
melting  at  —1^  is  determined  by  means  of  Korner's  principle: 
this  body  yields  two  isomeric  nitrodibromobenzenes.  The  con- 
stitution of  a  xylene  boiling  at  142®  and  melting  at  —28®  has  also 
been  established  by  this  method:  it  gives  rise  to  two  isomeric 
nitroxylenes  when  treated  with  nitric  acid.  This  xylene  is  con- 
verted into  phthalic  acid  by  oxidation,  proving  that  the  latter  is 
an  or</M)-compound. 

The  oxidation  of  naphthalene  (370),  CioHg,  to  phthalic  acid  also 
proves  that  the  carboxyl-groups  of  this  acid  are  in  the  or</io-posi- 
tion.  This  reaction  indicates  that  the  structure  of  naphthalene 
must  be  C6H4<C4H4,  the  group  C4H4  being  linked  to  two  positions 
in  the  benzene-ring.  When  naphthalene  is  treated  with  nitric  acid, 
nitronaphthalene  is  formed,  and  is  converted  by  oxidation  into 
nitrophthalic  acid.  The  group  C4H4  has,  therefore,  been  converted 
into  two  carboxyl-groups: 

N02.C6H3<C4H4  ->  N02-C6H3<^2. 

NitronsphthaleDe  Nitrophthalic  add 

If,  however,  the  nitro-group  is  reduced,  and  the  aminonaphthalene 
thus  obtained  oxidized,  phthalic  acid  is  formed.  Hence,  the  group 
C4H4  forms  a  second  benzene-ring  with  the  two  carbon  atoms  of 
the  benzene-ring,  so  that  naphthalene  must  be  represented  by  the 
formula 


The  oxidation  of  nitronaphthalene  and  aminonaphthalene  is 
ejcpressed  by  the  scheme 


/\CCX)H 

I     JcOOH 
NO2 
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and 


NHa 


Phthalic  acid  must,  therefore,  be  an  ortto-compound,  because 
if  it  be  assumed  to  have  the  meto-structure,  for  example,  naphtha- 
lene must  be  represented  by  the  formula 


which  involves  a  contradiction,  for  there  could  not  then  be  a  ben* 
zene  derivative  produced  by  the  oxidation  of  60^  nitronaphthalene 
and  aminonaphthalene. 

2.  Absolute  Determination  of  Position  for  meto-Compounds. 

354*  The  proof  that  mesitylene  is  symmetrical  trimethylbenzene 
(1:3:5)  is  stated  thus  by  Ladenburq. 
If  this  compoimd  has  the  constitution 


H 
CBs/\CHs 

hIJh' 
CH3 


the  three  hydrogen  atoms  dh'ectly  linked  to  the  benzene-ring  must 
be  of  equal  value.  If  this  can  be  proved,  the  structure  of  mesityl- 
ene is  established. 

The  proof  of  the  equality  is  as  follows.    On  nitrating  mesitylene  a 
dinitro-compound  is  obtained.    If  the  hydrocarbon  is  represented  by 

I.    C6(CH3)3HHH, 
the  dtnitro-compound  may  be  arbitrarily  assimied  to  be 

IL    C.(CH3)3N02N02H. 
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One  of  the  nitro-groups  of  the  dinitro-compound  is  reduced,  and 
the  resulting  amino-compound  is  converted  into  an  aoetyl-derivative! 
suppose  that  this  acetyl-derivative  is 

HI.    Ce(CHa)sN03NH(cjHsO)H. 
This  substance  can  be  again  nitrated,  when  there  must  result 

Ce(CHa)3NOaNH((iH3d)Nba. 

It  is  possible  to  eliminate  the  acetylamino-group,  NHCCsHsO), 
from  this  compound  by  saponification,  subsequent  diasotisation,  etc. 
A  dinitromesitylene  with  the  formula 

Ce(CH8)8N02HNO, 

is  obtained,  identical  with  the  former  dinitro-product,  the  nitro- 
groups  of  which  are  at  a  and  b.    It  follows  that 

Nitromesidine,  a: 6,  the  acetyl-compoimd  of  which  is  represented 
by  formula  III.,  furnishes  a  further  proof  that  H««H«.  When  the 
amino-group  is  eliminated  by  means  of  the  diazo-reaction,  there  is 
formed 

IV.    Ce(CH,)sN02HH. 

This  substance  is  reduced,  and  converted  into  an  acetyl-compound, 
aoetylmesidine, 

Ctt(CHs)8NH(C2HsO)HH, 

which  can  be  again  nitrated,  yielding 

Ctt(CH8)sNH(cCH80)N02H. 

It  is  immaterial  whether  the  nitro-group  of  this  compound  is  at  h  or 
c,  since  the  equality  of  these  positions  relative  to  a  has  been  already 
proved. 

On  eliminating  the  acetylamino-group  from  the  last  substance, 
a  mononitromesitylene  is  produced,  identical  with  the  compound 
IV.  Hence,  a^h'^c^  which  completes  the  proof  of  the  equality  of 
the  three  hydrogen  atoms. 

From  the  known  constitution  of  mesitylene  it  is  possible  to 
deduce  the  structure  of  many  other  compoimds.    For  example. 
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partial  oxidation  converts  it  into  mesitylenic  acid, 

/COOH 
CeHsv— CH3    , 

N:h3 

which  is  in  turn  converted  into  xylene  by  distillation  with  lime:  this 
xylene  must  be  the  meto-compound.  Oxidation  converts  m-xylene 
into  tsophthalic  acid;  indicating  that  the  carboxyl-groups  in  the 
latter  occupy  the  ?n€to-position.  These  determinations  of  position 
have  been  fully  substantiated  by  the  application  of  Korner's 
principle.  Thus,  Nolting  has  prepared  three  isomeric  nitroxyl- 
enes,  in  which  the  relative  positions  of  the  methyl-groups  are  the 
same  as  in  the  xylene  obtained  from  mesitylenic  acid. 

Among  other  in€toK5ompounds  in  which  the  position  of  the 
groups  has  been  independently  established,  is  a  dibromobenzene 
boiling  at  220**.  Korner  proved  that  corresponding  to  this  sub- 
stance are  three  isomeric  tribromobenzenes  and  three  nitrodibromo- 
benzenes.  In  conclusion,  the  phenylenediamine  melting  at  62^  can 
be  obtained  from  three  diflferent  diaminobenzoic  acids  by  elimina- 
tion of  CO2,  so  that  it  also  must  be  a  meto-compound. 

3.  Absolute  Determination  of  Position  for  para-Compounds. 

355«  KdRNER's  principle  has  been  of  great  service  in  determin- 
ing the  constitution  of  some  members  of  the  paranseries.  For 
example,  from  the  xylene  boiling  at  138^,  and  melting  at  13°,  it  is 
only  possible  to  obtain  one  nitroxylene:  the  phenylenediamine 
melting  at  140*^  can  only  be  obtained  from  one  diaminobenzoic  acid 
by  removing  CO2:  and  so  on. 

These  determinations  of  position  have  been  confirmed  by 
another  method.  Thus,  a  hydroxybenzoic  acid  melting  at  210® 
has  been  proved  to  have  the  para-constitution.  It  is  obtained  from 
a  bromobenzoic  acid,  which  can  be  got  from  ordinary  bromo toluene, 
the  latter  being  convertible  into  a  xylene  from  which  terephthalic 
acid  ca  1  be  obtained  by  oxidation.  p-Hydroxybenzoic  acid  affords, 
therefore,  a  valuable  basis  for  orientation. 

The  staxting-point  of  the  proof  is  bromobenzoic  acid,  obtained 
directly  by  the  bromination  of  benzoic  acid.  On  nitration,  two 
isomeric  nitrobromobenzoic  acids  are  formed,  either  of  which  }'ields 
on  reduction  the  same  aminobenzoic  acid,  anthranilic  acid.    This 


460  ORGANIC  CHEMISTRY.  (5  356 

acid  can  be  converted  into  salicylic  acid  by  means  of  the  diazo- 
reaction.  It  follows  that  in  both  the  isomerides  the  nitro-group 
must  be  situated  symmetrically  to  the  carboxyl-group;  at  2  or  6, 
or  at  3  or  5,  if  the  carboxyl-group  is  at  1.  The  same  reasoning 
establishes  the  position  of  the  hydroxyl-group  in  salicylic  acid. 
The  bromine  atom  cannot  be  at  4,  because  two  isomeric  nitro-com- 
pounds  which  would  yield  the  same  aminobenzoic  acid  on  reduction 
could  not  be  obtained  from 


Br/^^^(X)H. 


The  bromine  atom  must,  therefore,  occupy  the  meta-position  or 
or^fco-position  to  the  carboxyl-group.  A  hydroxybenzoic  acid 
melting  at  200^,  obtained  by  this  means,  must  be,  therefore,  meta 
or  ortho.  Since  the  isomeric  salicylic  acid  can  also  be  only  a  meta" 
compound  or  an  or^Ao-compound,  there  remains  no  possibility, 
except  the  paro-structure,  for  the  third  hydroxybenzoic  acid  melt- 
ing at  210^ 


Determination  of  Position  for  the  Trisubstituted  and  Higher- 
substituted  Derivatives. 

356.  This  orientation  can  usually  be  eflfected  by  ascertaining 
the  relation  in  which  they  stand  to  the  di-derivatives  of  known 
constitution.  For  example,  since  a  certain  chloronitroaniline. 
CeH3Cl(N02)(NH2),  is  obtained  by  nitrating  m-chloroaniline, 

NHo 


o. 


and  yields  p-chloronitrobenzene, 
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by  exchange  of  the  amino-group  for  hydrogen,  it  must  have  the 
constitution  at  formula 

NHa 
NOa/^Sci. 

A  more  complicated  example  of  orientation  is  afforded  by  the 
determination  of  the  positions  of  the  groups  in  picric  add.  Careful 
nitration  converts  phenol  into  two  mononitrophenols, 

OH  OH 

NOi 
M.P.  45°  M.P.  114° 

One  of  these  mononitrophenols  must  be  the  or^A(M;ompound  and 
the  other  the  para-compound,  because  the  third  nitrophenol  can  be 
obtained  from  m-dinitrobenzene — the  constitution  of  which  has  been 
proved  by  its  reduction  to  m-phenylenediamine  (354) — ^by  reduction 
to  meto-nitroaniline,  and  subsequent  exchange  of  NHx  for  OH  by 
diazotizing. 

When  further  nitrated,  both  nitrophenols  yield  the  same  dinitro- 
phenol,  which  can  therefore  only  have  the  formula 

OH 
NO. 


0 


NO, 

The  mononitrophenol  melting  at  114°  is  converted  by  oxidation 
into  benzoquinone  (316),  and  must,  therefore,  be  the  para-com- 
pound. For  the  body  melting  at  45°  there  remains  only  the  crtho- 
structure.  On  nitration  this  o-nitrophenol  yields,  in  addition  to  the 
1 :2 :4-dinitrophenol  (OH  at  1),  another  dlnitrophenol  with  its  groups 
at  1:2:6, 

OH 

NO,|^\|NO,; 

for  on  conversion  of  this  into  its  methyl  ether,  and  heating  the  latter 
with  alcoholic  ammonia,  the  group  OCH,  is  replaced  by  NH,;  and 
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this  substanoe,  which  has  the  f  onnula 

no,Ano„ 


Is  converted  by  substitution  of  hydrogen  for  the  NHj-group  into 
the  ordinary  meto-dinitrobenzene.  Thus,  we  have  two  dinitro- 
phenols  of  known  structure, 


and 


OH 

no^Ano,^ 


Further  nitration  converts  both  into  picric  acid,  which  must,  there* 
fore«  have  the  constitution 

OH 

N02,/^|N0, 

NO, 

From  the  constitution  of  picric  acid  may  be  inferred  the  position 
of  the  groups  in  ordinary  trinitrobenzene,  since  this  compound  is 
readily  oxidized  to  picric  acid  (318).  This  trinitrobenzene  must, 
accordingly,  have  the  symmetrical  structure. 

Equivalence  of  the  Six  Hydrogen  Atoms  in  Benzene. 

It  is  stated  in  263  that  benzene  does  not  yield  isomeric  mono- 
fiubstitution-products,  and  the  inference  is  drawn  that  the  six  hydro- 
gen atoms  of  this  hydrocarbon  are  of  equal  value. 

There  are  several  direct  methods  of  proving  this  equivalence,  one 
of  them,  devised  by  Nolting,  being  characterized  by  its  simplicity. 
If  the  sx  hydrogen  atoms  are  denoted  by  a,  6,  c,  d,  c,  and  /,  the 
ami  no-group  in  aniline  may  be  arbitrarily  assumed  to  be  at  a.  When 
bromobenzene,  obtained  from  aniline  by  the  diazo-reaction  (303,  4), 
is  treated  with  methyl  iodide  and  sodium,  it  yields  toluene.  On 
nitration,  three  isomeric  nitrotoluenes  are  obtained — ^the  proportion 
of  the  ?7i€to-compound  being  very  small.  In  these  compounds  the 
CH3  ^oup  is  at  a,  so  that  the  nitro-groups  may  be  arbitrarily  assumed 
to  be  at  6,  c,  and  d  respectively.  On  reduction,  the  three  corre- 
sponding toluidines  result: 
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CBH5.CH8(a)->CHs-CBH,-NO,  (6:c:d)  -*C00H.C6H,.NH,  {b:c:d). 

After  protection  of  the  amino-group  in  each  of  these  compounds  by 
aoetylation,  the  three  aminobenzoic  acids  are  obtained  by  oxidation. 
These  acids  yield,  by  elimination  of  COsjthe  same  aniline,  identical 
with  the  original  substance.    It  follows  that  a^b^cd. 

The  starting-point  of  the  proof  of  the  equivalence  of  e  and  /  to 
o,  h,  c,  and  d  is  o-toluidine,  in  which  the  CHg-group  may  be  assumed 
to  be  at  a,  and  the  NHj-group  at  6.  Nitration  of  its  acetyl-deriva- 
tive,  followed  by  elimination  of  the  acetyl-group,  produces  simul- 
taneously four  nitro-o-toluidines.  Since  a  and  b  are  occupied,  the 
nitro-groups  must  be  at  c,  d,  e,  and  /  respectively.  Replacement  of 
the  amino-group  by  hydrogen  yields  four  nitrctoluenes,  a-.c,  aid, 
a:e,  and  a:/.  The  first  two  are  m-nitro toluene  and  p-nitro toluene: 
they  are  also  obtained  by  direct  nitration  of  toluene,  as  described  in 
the  previous  paragraph.  The  nitro toluene  a:e  is  identical  with  a:c, 
and  a:/  with  a: 5,  which  indicates  the  equivalence  of  e  to  e  and  of 
6  to  /,  thus  completing  the  proof. 

Influence  of  the  Substituents  on  Each  Other. 

357.  The  influence  of  the  substituents  on  each  other  is  very 
important,  and  manifests  itself  in  various  ways.  It  affects  the 
relative  positions  taken  up  by  the  substituents,  when  introduced 
simultaneously  or  in  succession  into  the  benzene-nucleus.  Let  the 
simplest  case  be  considered  first,  the  introduction  of  a  second  atom 
or  group  into  a  monosubstituted  compound  CeHsX.  One  of  the 
three  possible  isomerides  is  always  obtained  as  the  chief  product 
the  second  isomeride  being  produced  in  less  quantity,  while  the 
yield  of  the  third  isomeride  is  very  small.  For  example,  when 
benzoic  acid  is  nitrated  at  0°,  80-2  per  cent,  of  m-nitrobenzoic  acid, 
18-5  per  cent,  of  o-nitrobenzoic  acid,  and  only  1  '3  per  cent,  of  para- 
nitrobenzoic  acid  are  formed.  On  nitration  at  30*^,  nitrobenzene 
yields  90-9  per  cent,  of  m-dinitrobenzene,  8-1  per  cent,  of  o-dinitro- 
benzene,  and  1  per  cent,  of  p-dinitrobenzene.  It  has  often  been 
stated  that  the  introduction  of  a  second  group  results  in  the  forma- 
tion  of  only  one  or  two  isomerides;  but  when  a  careful  examination 
has  been  made  as  to  the  presence  of  the  third  isomeride,  it  has  been 
shown  to  be  present  in  minute  quantity;  so  that  it  is  probable 
that  the  three  isomerides  are  always  formed,  although  in  very,, 
different  proportions. 
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The  relative  proportions  of  the  different  isomerides  formed 
depend  upon  three  factors:  the  particular  substituent  abeady  in 
the  nucleus;  the  group  introduced;  and  the  temperature  of  sub- 
stitution. It  is  also  influenced  by  certain  other  conditions.  The 
table  indicates  how  these  quantities  depend  upon  the  two  first- 
mentioned  factors,  the  numbers  in  brackets  indicating  the  by- 
products. 


Element  or  Group  already 
present  (in  Position  1). 


CI.  .  . . 
Br.... 

I 

OH... 

SO,H. 

N0«. . . 

NH,.. 

CH,... 

COOH. 

CN... 


Poetion  entered  by  Subetituents. 


a 


4(2) 


4(2) 

3 

4 

4(2) 

3 


Br 


4(2) 
4(2) 

4(2) 
3 

4 

4(2) 
3 
4 


4 

4(2) 

4 
3 


30sH 


4 
4 

4(2) 

3(4) 

3(2)(4) 

4 

4(2) 

3(4) 


NO, 

4(2) 

4(2) 

4(2) 

4(2) 

3(2)(4 

3(2)(4) 

4(2) 

4(2) 

3(2)(4) 

3 


It  is  apparent  that  there  is  an  opposition  between  the  formation 
of  or^Ao-derivatives  and  para-derivatives  on  the  one  hand,  and  cf 
wieto-derivatives  on  the  other.  Either  the  two  first  are  the  chief 
products,  or  the  last.  Concerning  the  influence  of  temperature,  it 
has  been  proved  by  researches  on  nitration  that  the  quantity  of  the 
by-products  is  the  smaller,  the  lower  the  temperature  of  nitration. 

This  opposition  between  or/Ao-derivatives  and  para-derivatives 
on  the  one  hand,  and  weto-derivatives  on  the  other,  is  not  only 
observed  in  their  preparation,  but  also  in  many  of  their  properties. 
As  a  class,  the  meta-compounds  are  more  stable  towards  reagents 
than  the  or/Ao-derivatives  and  para-derivatives.  An  example  is 
given  in  318.  It  may  be  further  noted  that  o-nitrobromobenzene 
and  p-nitrobromobenzene,  C6H4BrN02,  aye  converted  by  ammonia 
into  the  corresponding  nitroani lines,  C6H4(NH2)N02,  whereas  m- 
bromonitrobenzene  does  not  react  with  ammonia. 

Ortho-groups  sometimes  exert  a  remarkable  influence  in  retard- 
ing or  partially  preventing  reactions  which  take  place  readily  in 
their  absence.    The  following  reactions  exemplify  this  phenomenon. 

When  an  acid  is  dissolved  in  excess  of  absolute  alcohol  it  can  be 
almost  quantitatively  converted  into  an  ester  by  passing  a  current 


\ 
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of  hydrochloric-acid  gas  through  the  mixture  (99).  Victor  Meyer 
and  his  students  found,  however,  that  esterification  of  acids  con- 
taining two  groups  in  the  or^^position  relative  to  carbozyl, 


COOH 

0' 


xAx. 


could  not  be  thus  effected.  On  the  other  hand,  when  tne  acid 
has  been  converted  into  an  ester  (by  means  of  the  silver  salt  and 
an  alkyl  halide)  the  ester  so  formed  can  only  be  saponified  with 
difficulty.  When  the  two  substituents  occupy  any  of  the  other 
positions,  these  peculiarities  do  not  manifest  themselves,  or  at  least 
not  to  the  same  extent.  Ketones  substituted  in  the  two  orlhO' 
positions, 

CH3 

CH3 

where  R  is  an  alkyl-radical,  cannot  be  converted  into  oximee, 
wherein  they  differ  from  all  other  ketones.    0-0-Dimethylaniline, 

CH3 

<^^NH2, 

CH3 

is  not  converted  by  treatment  with  an  alkyl  iodide  into  a  quater- 
nary base.  Pentamethylbenzonitrile,  C6(CH3)6CN,  cannot  be  hy- 
drolyzed  to  the  corresponding  acid.  The  methyl-hydrogen  in  (M)- 
dinitrotoluene, 

/NO22 

CgHsr-CHa  1, 

^NOg  6 

cannot  be  replaced  by  halogens  even  at  a  high  temperature  (200**), 
as  is  also  trie  of  l:2:4-dimtrotoluene.     In  spite  of  numerous 
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attempts,  the  hydiolyns  of  o-nitrosalicylonitrile^ 

OH 
/\CN 


•s^NOa* 


to  the  coirespondiog  acid, 


OH 

OCXX)H 
NO,.'      • 

has  not  been  effected. 

Groups  occupying  positions  further  separated  sometimes  exert 
a  similar  effect.  One  of  the  NO^-groups  of  symmetrical  trinitro- 
benzene  is  replaced  by  OCH3  through  the  action  of  sodium 
methoxide:  for  trinitrotoluene, 

NOa 
N02<(3^H8, 
NO3 

this  substitution  is  not  foimd  possible,  the  methyl-group  preventing 
exchange  of  the  nitro-group  even  in  the  pam-position. 


HYDROCYCLIC  OR  HYDROAROMATIC  COMPOUNDS. 

358.  A  number  of  compounds  occur  in  nature  containing  pro- 
portions of  hydrogen  intermediate  between  those  in  the  aromatic 
derivatives  with  saturated  side-chains  and  those  in  the  saturated 
aliphatic  derivatives.  These  hydrocyclic  or  hydroaromaiic  com- 
pounds are  readily  converted  into  aromatic  bodies.  Caucasian 
petroleum  contains  naphthenes,  with  the  formula  CnH2n»  which 
have  two  hydrogen  atoms  less  than  the  corresponding  saturated 
hydrocarbons,  CnH2n+2>  but  nevertheless  display  all  the  properties 
characteristic  of  saturated  compounds.  The  explanation  is  that 
they  lack  multiple  bonds,  but  have  a  closed  carbon  chain;  thus, 

PH      OH      ...*»• 

Hexamethyiene 

The  terpeneSf  C1OH10,  are  vegetable-products,  and  are  the  prin- 
cipal constituents  of  the  "essential  oils."  These  oils  also  contain 
compounds  of  the  formulae  CioHieO,  CioHigO,  and  C10H20O,  among 
them  the  camphors.  Like  the  naphthenes,  the  terpenes  and  cam- 
phors are  reachly  converted  into  aromatic  compounds,  and  therefore 
bdong  to  the  hydrocyclic  series.  The  progress  recently  made  in 
this  division  of  organic  chemistry  has  rendered  a  systematic  classi- 
fication of  these  compounds  possible. 

Two  principal  methods  are  employed  in  their  preparation:  by 
one  they  are  got  from  compounds  of  the  aliphatic  series,  and  by  the 
other  from  those  of  the  aromatic  series.  Several  examples  of  each 
method  will  be  cited. 

On  dry  distillation,  calcium  adipate  yields  ketopentamethylene 
(262).  By  the  same  treatment  calcium  pimelate  is  converted  into 
ketohexamethylene: 

CH2<g?:S::g88>Ca  -  CH.<g5-^^>0O+Ca0O3. 

Ol^^m  pimelate  Ketohexamethylene 

467 
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This  structural  formula  is  established  by  the  ketonic  character  of 
the  compound;  and  by  the  fact  that  dilute  nitric  acid  oxidizes  it 
almost  quantitatively  to  adipic  acid: 

CH2*CH2»CO         Ctl2  •CH2  •COOH 
•  •       — ►  •  • 

CH2»CH2'CH2       CH2»CH2*COOxi 

Ketobexamethylene  Adipic  aeid 

Diethyl  succinate  constitutes  an  important  basis  for  the  syn- 
thesis of  other  hexamethylene  derivatives.  In  presence  of  sodium, 
two  molecules  of  it  condense  to  diethyl  succinylsuccinate,  which 
melts  at  127'': 

yCOOC2H5  /COOC2H5 

JjHa  yCH, 

<VH«OOC/  CzHsOOC^ 

Diathyl  suodiiata 


HjjC  CH.COOCaHs 

I  J  +2C2H«OH. 

•He 


OsHjOOC-HC  CHa 


V 


Diethyl  suoeinylsuooinate 


The  free  acid,  obtained  by  saponification,  is  decomposed  at  20CPy 
with  elimination  of  two  molecules  of  carbon  dioxide,  3aelding 
IhdiketohexameOiylenef 

vCHa 
1/ 


The  structural  formula  of  this  substance  is  indicated  by  this  syn- 
thesis, and  also  by  its  reduction  to  ketohexamethylene. 

The  second  method  of  obtaining  hydrocyclic  compounds  has 
been  much  simplified  by  the  researches  of  Sabatier  and  Senderens. 
They  found  that  many  aromatic  hydrocarbons,  such  as  benzene  and 
its  homoiogues,  are  readily  hydrogenated  to  hexamethylene  and 
its  derivatives  by  passing  their  vapours  mixed  with  hydrogen  over 
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heated,  finely-divided  nickel,  which  is  obtained  by  reduction  of  the 
oxide,  and  exerts  a  catalytic  influence: 

CqHo   +  3H2  *  C6Hi2- 
fiensene  Hexametfaylane 

Benzoic  acid  can  be  hydrogenated  to  hexahydrcbemoic  acid  by 
the  action  of  sodium  on' its  solution  in  amyl  alcohol  at  the  boiling- 
poir^t.  The  phthalic  acids  and  polybasic  aromatic  acids  are  hydro- 
genated by  treating  them  in  aqueous  solution  with  sodium-amalgam. 

In  describing  the  hydrocyclic  compounds,  it  is  convenient  to 
treat  the  cymene  derivatives,  or  terpenes,  separately,  for  they 
exhibit  many  characteristic  properties.  The  other  hydrocyclic 
compounds  will  first  be  briefly  reviewed. 

359.  Hexamethylene  is  the  simplest  member  of  this  group.  It 
is  best  obtained  by  the  method  of  Sabatier  and  Senderens  (358). 
Like  its  homologues,  it  is  a  colourless  liquid.  Its  boiling-point,  80^, 
is  very  near  that  of  benzene,  80*4®:  as  the  crude  hydrogenation- 
product  alwa3rs  contains  benzene,  the  isolation  of  pure  hexamethyl- 
ene from  it  by  fractional  distillation  is  therefore  impracticable.  In 
its  separation,  advantage  is  taken  of  its  Stability  at  ordinary  tem- 
peratures towards  fuming  sulphuric  acid  and  concentrated  nitric 
acid,  which  respectively  convert  benzene  into  benzenesulphonic 
acid  and  nitrobenzene.  Since  each  of  these  compounds  is  soluble 
in  the  corresponding  acid,  and  hexamethylene  insoluble,  the  sep- 
aration of  the  latter  can  be  readily  effected.  The  melting-point 
(89)  affords  the  best  criterion  of  the  purity  of  hexamethylene.  It 
is  6 '4®,  and  therefore  approximates  closely  to  that  of  benzene,  5  •4°. 

Chlorine  reacts  very  energetically  w'ith  hexamethylene  in  dif- 
fused sunlight,  and  with  explosive  violence  in  direct  sunlight.  A 
mixture  of  pubstitution-products  is  formed,  from  which  mono- 
chlorohexamethylene  can  be  obtained  by  fractional  distillation. 
Replacement  of  the  Cl-atom  in  this  compound  by  hydroxyl  is  not 
readily  effected:  treatment  with  alcoholic  potash  converts  i^  into 
tetrahydrcbemenCy  a  liquid  boiling  at  83*^-84°,  and  possessing  all  the 
properties  characteristic  of  unsaturated  compounds. 

When  a  mixture  of  phenol- vapour  and  hydrogen  is  passed  over 
finely-divided  nickel,  hexahydrophenol  is  formed.  It  is  a  colourless, 
somewhat  thick  liquid:  it  boils  at  160«5°,.and  at  a  low  temperature 
solidifies  to  a  camphor-like  mass,  which  melts  at  20**.' 
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p-Diketohexamethylene  (358)  melts  at  78®.  Careful  reduction 
with  sodium-amalgam  in  an  atmosphere  of  carbon  dioxide  converts 
it  into  the  dihydric  alcohol  quinitol: 


<H2«CH2v 
j>C0+4H  -  HO-CH 
H2»CH2 

p-DUcatohexamethyiena 


yCll2  •  CH2\ 

Quinitol 


OH. 


Two  modifications  of  quinitol  are  known,  distinguished  by  the 
prefixes  ci«  and  traiiB,  They  can  be  separated  by  means  of  their 
acetyl-derivatives.  The  jstereochemical  character  of  their  isomer- 
ism is  indicated  by  a  consideration  of  Fig.  37  (169),  in  which  a  pen- 
tamethylene-ring  is  represented.  If  the  pentagon  is  supposed  to 
lie  in  the  plane  of  the  paper,  one  of  the  free  linkings  of  each  carbon 
atom  will  lie  above,  and  the  other  below,  this  plane.  If  a  hexa- 
methylene-ring  is  similarly  constructed,  there  is  obtained  the  per- 
spective figure 


^ 


in  which  the  affinities  not  forming  part  of  the  ring  are  represented 
by  vertical  lines.  The  isomerism  of  the  quinitols  is  explained  by 
the  assumption  that  the  hydroxyl^roups  of  the  cis-modification 
are  situated  on  the  same,  and  of  the  ^rts-modification  on  the 
opposite,  side  of  the  hexagon: 


.H 


/: 


H 


H 


.H 


\    OH 


hI\iH      h,  / 

etM}ainitol  (M  P.  101*) 


H 


OH 
H 


\    H 

\ 


H 


H 

Hi     / 

/ 


OH 


H         H» 

fron«-Quinitol(M  P.  189°) 


Inositol^  C6H12O6,  is  a  hexahydric  alcohol  derived  from  hexa- 
methylene.  Its  molecular  formula  is  the  same  as  that  of  the  hexoses: 
on  accoimt  of  its  sweet  taste  and  its  occurrence  in  many  leguminous 
plants,  it  was  formerly  classed  with  the  sugars.  Its  relation  to 
hexamethylene  is  proved  by  its  reduction  with  hydriodic  acid  to 
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benzene,  phenol,  and  tri-iodophenol,  and  by  its  conversion  by 
phosphorus  pentachloride  into  quinone  and  substituted  quinones. 
The  presence  of  six  hydroxyl-groups  is  indicated  by  the  formation 
of  a  hexa-acetate.  Inositol  is  also  a  constituent  of  the  heart-muscle^ 
the  liver,  and  the  brain. 

Ketohexamethylene  can  be  prepared  from  pimelic  acid  (358),  but 
is  more  readily  obtained  by  the  oxidation  of  hexahydrophenol  with 
chromic  acid.  It  boils  at  155^.  Its  alkaline  solution  reacts  with 
benzaldehyde  to  form  a  well-crystallized  condensation-product : 

yCH2 '  CHg  V        +  OCH  •  C5H5 
CH2C  XX) 

XIHj-CHa/       +OCH-C6H5 

Ketohexamethylene 

•CH2  •  C=CH  •  G5H5 
-2H20+CH2<r  >C0 

MJH2  •  C^=CH  •  CgHs 

Dibensalketohexamethyleiie 

This  reaction  furnishes  a  good  test  for  ketohexamethylene. 

The  properties  of  the  hydrocyclic  acids  are  analogous  to  those 
of  the  aliphatic  acids.  Thus,  hexahydrohenzotc  acid  has  a  rancid 
odour,  like  that  of  capric  acid.  It  melts  at  92®,  almost  30°  lower 
than  benzoic  acid,  which  melts  at  121  •4°.  The  hydrophthalic  acids 
exhibit  isomerism  which  admits  of  the  same  explanation  as  that  of 
quinitol. 

TERPENES. 

360.  The  terpenes  are  hydrogenated  derivatives  of  cymene  and 
its  substitution-products.  Many  of  them  are  vegetable  products. 
They  are  readily  volatile  with  steam,  and  this  property  facilitates 
the  isolation  of  the  natural  terpenes.  The  distillate  separates  into 
two  parts,  an  aqueous  layer  below,  and  a  mixture  of  terpenes  above. 
After  drying,  the  terpene-layer  is  fractionated  several  times  in 
vacuo  to  isolate  its  constituents.  Complete  purification  has  some- 
times to  be  effected  by  conversion  of  the  terpenes  into  derivatives 
which  can  be  freed  from  impurities  by  crystallization:  from  the 
crystalline  compounds  thus  obtained  the  terpenes  can  be  regen- 
erated. 

Von  Baeyer  has  devised  a  rational  nomenclature  for  the 
numerous  derivatives  of  hydrogenated  cymene.  He  numbers  the 
carbon  atoms  of  this  hydrocarbon  as  in  the  scheme 
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C(7) 

C/?\C 
•    i 

cwc 

C(8) 
C(9)       C(iO) 

A  double  linking  between  two  carbon  atoms,  such  as  3  and  4,  is 
denoted  by  J^. 

The  saturated  cyclic  hydrocarbon  hexahydrocymene,  C10H20,  is 
called  menthane.  It  is  not  a  natural  product,  but  can  be  obtained 
by  the  interaction  of  cymene  and  hydrogen  with  nickel  as  a  cata- 
lyzer.    It  boils  at  170^ 

The  saturated  alcohols  and  ketones  derivable  from  menthane 
are  very  impgrtant.  Among  them  is  menthol  or  ^menthand, 
C10H20O,  the  principal  constituent  of  oil  of  peppermint,  from  which 
it  crystallizes  on  cooling.  It  forms  colourless  prisms  of  character- 
istic peppermint-like  odour.     It  melts  at  43°. 

Menthol  has  the  constitution 

CH3 


i, 


/\ 

H2C  CH2 

H2C      .  CHOH. 

\/ 
CH 

CH 
CH3  CH3 

Menthol 

It  is  a  secondary  alcohol,  since  oxidation  with  chromic  acid  elimi- 
nates two  atoms  of  hydrogen,  yielding  a  substance  of  ketonic  charac- 
ter, called  menthone,  a  constituent  of  oil  of  peppermint.  Since  there 
are  several  processes  for  the  conversion  of  menthol  into  cymene  or 
its  derivatives,  it  must  contain  a  cymene-residue.  One  of  these 
methods  also  proves  that  the  hydroxyi-group  is  attached  to  carbon 
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atom  3:  when  a  solution  of  menthone  in  chloroform  is  treated -with 
bromine,  there  results  a  dibromomenthone,  from  which  quinoline 
eliminates  2HBr,  forming  thymol  (276), 

CH3 

)0H- 
CH(CH3)2 

Thymol 

When  thymol  is  heated  with  phosphoric  oxide,  it  yields  propyl- 
ene and  m-cresol  (376),  so  that  its  methyl-group  and  hydroxyl- 
group  must  be  in  the  meto-position. 

Terpin,  CioHi8(OH)2,  a  dihydric  alcohol,  is  also  a  derivative 
of  menthane.  Its  hydrate,  C10H20O2+H2O,  is  obtained  by  keeping 
oil  of  turpentine  in  contact  with  dilute  nitric  acid  and  a  small  pro- 
portion of  alcohol  in  shallow  dishes  for  several  days.  During  the 
process  the  turpentine  takes  up  the  elements  of  three  molecules  of 
water.  Terpin  hydrate  forms  well-defined  crystals,  melting  at  117**, 
On  heating,  it  loses  one  molecule  of  water,  anhydrous  terpin  distil- 
ling at  258''. 

Terpin  can  be  synthesized  from  geraniol, 

'\c=CH  .CH2  .CHij  .C=CH  .CHgOH, 
^^3  CH3 

Gerauiol 

When  agitated  for  a  prolonged  time  with  sulphm-ic  acid  of  five  per 
cent,  strength,  geraniol  takes  up  two  molecules  of  water,  being 
almost  quantitatively  converted  into  terpin  hydrate: 
CH3  CH3 

C  C-OH 

/\  /  \ 

H2C  CH  H2C         CH2 

H2C     CH2OH  +  2H20  =  H2C     CH2OH  -  H20  -♦ 

CH  CH2 

C  C-OH 

/\  /\ 

CH3    CH3  CH3    CH3 

Gexsnicd  Terpin  hydrate 
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CHs 
C-OH 

H2C  CH2 

~*  HaC         C] 

\  / 
CH 


!H2 


A. 


•OH 

/\ 
CH3  CHg 

Teipin 

This  mode  of  S3ni thesis  indicates  that  terpin  is  l:8-dihydroxy- 
mentbane,  and  there  is  other  evidence  in  favour  of  this  view. 
Hydriodic  acid  reduces  it  to  menthane,  proving  the  presence  of  a 
cymene-residue.  One  of  the  hydroxyl-groups  is  at  position  8,  for 
when  terpin  is  oxidized  with  nitric  acid,  terdnc  acid, 

-CO 


H2C       COOH 


CH3  CHg 


is  formed. 


Terebio  acid 


The  constitution  of  terebic  acid  is  established  by  its  sjmthesis 
from  diethyl  bromosuccinate  and  Acetone  in  presence  of  zinc: 

ZnBr 

CHa^  pp.  ^  y„  .  Br  .CH  -COOCH.      CH.^  ? 
(.jj^>OU+Zn+        I  ^  >C--CH.C00C2H,-* 

CH2.COOC2H,      CH,-^       I 

CHa-COOGrH, 


,CH, 
CH, 


>C- 


-CH-COOH 


0 
\C0— CH, 

Terebic  acid 
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The  synthesis  of  terpin  from  geraniol  indicates  that  the  second 
hydroxyl-group  may  be  at  1  or  at  2.  If  it  is  at  2,  this  carbon  atom 
must  be  asymmetric;  but  terpin  i^  optically  inactive,  and  has  not 
been  resolved  into  optically  active  components.  It  therefore  does 
not  contain  an  asymmetric  carbon  atom,  so  that  the  second  hy- 
droxyl-group must  be  at  position  1. 

Elimination  of  water  from  terpin  yields,  among  other  products 
(361),  a  substance  of  the  formula  CioHi^O,  which  is  neither  an  alco- 
hol nor  a  ketone,  and  is  identical  with  cineol,  a  constituent  of  many 
essential  oils.  Oil  of  eucalyptus  and  oil  of  wormseed  {Oleum 
cince)  contain  a  large  proportion  of  this  compound.  Its  mode  of 
formation  and  properties  indicate  that  cineol  has  the  constitutional 
formula 

CHa 


H2C 
H2C 


/ 


CH2 


,2V-'  CI12 


\ 


CH3        CH3 

Oneol 


361.  Some  of  the  unsaturated  derivatives  of  menthane  are  also 
very  important.  The  merUhenes,  CioHig,  hydrocarbons  with  one 
double  linking  in  their  molecule,  need  not  be  considered,  but  the 
alcohol  terpineol  and  the  ketone  pvlegone,  derived  from  them,  merit 
description. 

Terpineol,  CioHigO,  is  a  constituent  of  some  essential  oils.  It 
has  an  odour  resembling  that  of  lilacs:  it  melts  at  35®,  and  boils  at 
218®.  Terpineol  is  closely  related  to  terpin,  since  agitation  with 
dilute  sulphuric  acid  converts  it  into  terpin  hydrate':  inversely, 
dilute  sulphuric  acid  regenerates  terpineol  from  terpin  hydrate, 
with  elimination  of  water. 

The  constitution  of  terpineol  must  therefore  be  very  similar  to 
that  of  terpin,  the  only  question  being  which  of  the  hydroxyl- 
groups  of  the  latter  has  been  eliminated  from  the  molecule  along 
with  one  hydrogen  atom.     Since  an  optically  active  terpineol  is 
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known,  it  must  be  hydroxyl-group  1  of  terpin,  so  that  terpineol  has 
the  constitution  indicated  in  the  scheme 


CHg 

CHs 

i 

C-OH 

HjC      CHj  -♦ 

HaC      CHa 

HaC      CHa  *- 

Hji      CHa 

Yh 

^<^ 

C.OH 

C-OH 

/\ 

/\ 

CHa  CHa 

Terpineol 

CHa  CH, 

Terpln 

Carbon  atom  4  in  the  formula  given  is  asymmetric,  whereas  removal 
of  water  from  C-atoms  4:8,  8:9  (=8:10),  or  1:7  could  not  produce 
an  asymmetric  carbon  atom. 

Pvlegone,  CioHiqO,  is  the  principal  constituent  of  the  cheap 
oil  of  polei.  It  bolls  at  222^,  and  has  a  peppermint-like  odour. 
The  formation  of  an  oxime  indicates  that  it  is  a  ketone.  On 
reduction  with  sodium  and  alcohol,  it  takes  up  four  hydrogen 
atoms,  yielding  menthol,  which  proves  that  the  carbonyl-group  is 
at  position  3: 

CHa  CHg 

CH  Ah 

H2C       CH2  HjjC       CH2 

HaC       CO  HaC       CHOH 

Y  Y- 

I  Ah 

/\  /\ 

CH3   CH3  CH3  CHj5 

PulegODA  Menthol 

Both  oxidation  and  heating  with  water  decompose  pul^one  with 
formation  of  acetone,  so  that  the  double  Unking  is  between  C-atoms 
4  and  8. 

Among  the  unsaturated  menthane  derivatives  with  two  double 
Unkings  are  the  hydrocarbons  terpinolenej  d-limonene,  and  I'-limonene, 
and  their  racemic  form,  dipentene.     Each  has  the  formula  C10H16. 
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Terpinolene  boils  at  185^.  It  is  formed  when  terpineol  is  boiled 
with  oxalic-acid  solution,  one  molecule  of  water  being  eliminated. 
Theoretically,  two  reactions  are  possible: 

CH3  CH3  CM3 

•  •     •  • 

c  c  c 

/\  /\  /\ 

HjC       CH  HjC       CH  HjC       CH 

HjG       CH3  HgC       CH]  M2G       CHg 

CH  C  CH 


« 


C-OH  C  C 

CH3  GH3  CH3  CI13  CH2  CH8 

TBrpineol  TBipinoleoe  d-  and  Ir  LimooeM 

I.  II.  111. 

Since  terpinolene  is  optically  inactive,  and  is  derived  from  the  opti- 
cally active  terpineol,  the  asymmetry  of  the  carbon  atom  must 
have  vanished,  as  in  formula  II.  Oatom  4  of  formula  III.  is  asym- 
metric, as  in  terpineol  itself,  formula  I. 

Formula  III.  is  that  of  the  optically  active  limonene,  which 
occurs  in  many  essential  oils  and  varieties  of  turpentine.  It  has  an 
agreeable,  lemon-like  odour.  Its  constitution  is  inferred  from  two 
facts:  first,  it  is  also  obtained  from  terpineol  by  elimination  of 
water,  effected  by  heating  with  potassium  hydrogen  sulphate; 
second,  addition  of  2HBr  yields  the  same  dibromomenthane  as  is 
obtained  from  terpin  by  exchange  of  the  hydroxyl-gioups  for 
bromine: 

CH3  CH3  CH3 

C.OH  C-Br  C     +  .' 

/\  /\  /\     ^ 

M2V        CH2      H2C        CH2  o.*fi        CH 

o.*fi        CH2      M2C        CM2  M2C        CS2 

CH  CH  CH 

C-OH  C-Br  •J+    C 

CH3    CH3  CH3    CH3  CH2    CH3 

Terpin  Dibromomenthane  Limonene 
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Dipentene,  a  constituent  of  oil  of  turpentine,  is  also  obtained 
by  mixing  (i*iimonene  and  ^limonene  in  equal  proportions  by  weight. 
Like  the  limonenes,  it  yields  a  well-crystallized  tetrabromide,  indi- 
cating the  presence  of  two  double  Unkings  in  its  molecule. 

Carvone,  C10H14O,  is  an  important  ketone  belonging  to  this 
group.  It  is  the  principal  constituent  of  oil  of  carraway,  and  has 
its  characteristic  odour.  It  boils  at  228^.  Related  to  carvone  is 
carvacrol,  which  is  obtained  from  it  by  heating  with  caustic  potash: 

CH3  ?^» 

HCr^C.OH      HC       CO 

Hcl    JcH         H2C       CH2 

Y      ^ 

CH3  CH3  (^j^Hs 

Oarvaorol  Carvone 

The  hydroxyl-group  in  carvacrol  is  linked  to  C-atom  2,  since,  on 
heating  with  phosphoric  oxide,  propylene  is  evolved,  and  o-cresol 
(359)  formed.  The  carbonyl-group  in  carvone  is  assumed,  there- 
fore, to  be  at  position  2.  Carvone  is  proved  to  be  a  ketone  by  the 
fgrmation  of  an  oxime,  called  carvoxime. 

When  nitrosyl  chloride  is  added  to  limonerie,  subsequent  elim- 
ination of  HCl  yields  carvoxime: 

CH3  CHs 

C  C.Cl 

H2C        CH  H2C        C:NOH 

1      i__  +N0C1  -  _  I      I       ;  -aa  - 

iC        CHq 


H2C  CH2  H; 

M  CH 


^ 


c 

c 

^H2  CUs 

(HaCHg 

limoDene 

LeiiionHiie  nitroso- 
chloride. 
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CHa 

• 

C 

/\ 
HC       C:NOH 

^   H2C  CH2 

C 

0x12  Crl3 
Carvozime 

This  reaction  proves  that  carvone  contains  one  double  linking 
J®*®,  but  leaves  it  doubtful  whether  the  other  double  linking  is 
j6  Qj.  ji :  7^  In  i]jQ  production  of  terpineol  from  terpin  the  double 
linking  is  formed  between  two  C-atoms  of  the  nucleus,  and  by 
analogy  this  should  also  hold  for  carvone.  Further  evidence  in 
favour  of  the  formula  indicated  is  afforded  by  the  decomposition- 
products  of  the  carvone  molecule,  but  the  details  are  beyond  the 
scope  of  this  work. 

Polycydic  Terpene  Derivatives. 

362.  There  exist  hydrocarbons  of  the  formula  CioHie  which 
contain  but  one  double  linking,  for  they  take  up  only  two  univalent 
atoms  or  groups.  As  they  contain  four  hydrogen  atoms  less  than 
the  saturated  cyclic  menthane,  C10H20,  they  must  have  a  second 
closed  chain  in  the  molecule.  Moreover,  these  compounds  and 
their  derivatives  are  closely  related  to  cymene,  most  of  them  being 
convertible  into  it  or  kindred  substances.  Investigation  has  shown 
that  the  formation  of  the  second  ring  can  take  place  in  three  different 
ways,  as  the  formuise  indicate: 

CH3  CH3 


CH 


H2C 
HaC 


^CHz 


CHjCCHj 


\ 


> 


^ 


Carane 


CH 


HzC/         >CH 


CH 


H 


HoC 


CH, 
\. 


O-CHa 


/ 


CHa 


CH3 

Pinane 
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CHs 

c 


CH3*C*CH3 


CBt 


CHs 


H^ 


H^ 


CH 

Ounphane 

The  tertiary  carbon  atom  takes  part  in  the  formation  of  the 
ring,  or  "bridge-formation."  Carane  has  a  trimethylene-ring, 
jrinane  a  tetramethyiene-ring,  and  camphane  a  pentamethylene- 
ring.    Several  members  of  these  three  groups  will  be  considered. 

Carane  itself  is  unknown,  but  there  is  a  S3rnthetic  derivative, 
carom,  which  is  not  a  natural  product.  It  has  the  structural 
formula 

CHs 
CH 

H2C       CO 

H2C        CH  ' 

ch\c<^j 

Carone 

for  opening  of  the  trimethylene-ring  at  3:8  yields  derivatives  of 
p-cymene,  and  at  4:8  derivatives  of  rw-cymene. 

Pinene  is  the  tj^jical  member  of  the  pinane-group.  It  is  the 
principal  constituent  of  the  various  oils  of  turpentine,  and  is, 
therefore,  also  of  technical  importance.  It  is  optically  active,  a 
dextro-rotatory,  a  tevo-rotatory,  and  an  inactive  modification  being 
known.  It  boils  at  156^.  The  presence  of  a  double  bond  is  proved 
by  addition  of  one  molecule  of  hydrochloric  acid,  the  dry  gas  pre- 
cipitating from  cooled  oil  of  turpentine  a  compound  of  the  formula 
CioHie-HCl,  called  "artificial  camphor,''  which  resembles  camphor 
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both  in  appearance  and  odour.    Pinene  also  readily  forms  an  addi- 
tion-product with  nitrosyl  chloride. 
Pinene  has  the  formula 


The  presence  of  a  tetramethylene-ring  is  assumed  in  older  to  ex- 
plain the  constitution  of  oxidation-products  of  pinene,  such  as 
pinanic  add  and  pinic  add,  and  for  other  reasons. 


CAMPHORS. 

363.  Ordinary  camphor,  CioHieO,  is  the  most  important  member 
of  the  camphor-group.  No  other  oi*ganic  compound  has  been  so 
much  investigated,  or  from  such  widely  different  points  of  view. 
Ordinary,  dextro-rotatory,  ''Japan  camphor"  is  obtained  by  the 
steam-distillation  of  the  bark  of  the  camphor-tree.  It  forms  a 
white,  soft,  crystalline  mass  of  characteristic  odour,  and  sublimes 
even  at  the  ordinary  temperature.  It  melts  at  178-7**,  and  boils  at 
209- 1^ 

Camphor  is  a  saturated  ketone — saturated  because  it  does  not 
yield  addition-products,  and  a  ketone  because  it  forms  an  oxime. 
Reduction  converts  it  into  a  secondary  alcohol,  bomeol  or  "  Borneo 
camphor": 

C9Hi6-CO+2H  =  C9H16.CHOH. 

Camphor  Borneol 

In  addition  to  the  carbonyl-group,  the  camphor  molecule  con- 
tains a  methylene-group,  for  it  has  the  properties  of  compounds 
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with  the  group  — CH2-C0 — .  As  explained  in  203,  the  hydrogen 
of  such  a  methylene-group  can  be  replaced  by  the  oxime-group  by 
the  action  of  amyl  nitrite  and  sodium  alkoxide.  Camphor  reacts 
similarly,  these  reagents  converting  it  into  iaonitrosocamphcr,  which 
melts  at  ISS"": 

yCH2  yC=NOH 

Camphor  itoNitrosocamphor 

Elimination  of  the  oxime-group  from  tsonitrosocamphor  yields 
camphor-guiTione, 

.CO 

On  treatment  with  hydrogen  peroxide,  this  compound  readily  takes 
up  20H,  forming  camphoric  acid, 

rs  TT    ^COOH 
^^i*<COOH' 

which  can  also  be  obtained  directly  from  camphor  by  oxidation 
with  nitric  acid.  It  follows  that,  given  the  constitution  of  cam- 
phoric acid,  that  of  camphor  can  be  inferred. 

Ordinary  camphoric  acid  is  dextro-rotatory,  and  melts  at  187°. 
Four  optically  active  camphoric  acids  are  known:  dextro-rotatory 
and  laevo-rotatory  camphoric  acid,  and  dextro-rotatory  and  laevo- 
rotatory  laocamphoric  acid,  with  the  same  constitution  as  camphoric 
acid.  These  facts  indicate  that  the  molecule  of  camphoric  acid 
must  contain  two  dissimilar  asymmetric  C-atoms  (191). 

Energetic  oxidation  converts  camphoric  acid  into  the  tribasic, 
optically  active  camphoronic  acid,  the  constitution  of  which  follows 
from  its  synthesis,  and  from  its  decomposition-products  when  sub- 
mitted to  dry  distillation.  This  process  decomposes  it  into  tri- 
methylsuccinic  acid,  tsobutyric  acid,  carbon  dioxide,  and  carbon: 

(CH3)2C  .COOH  (CH3)2C  .COOH 

CHg-CCOOH      =    CH3-CH.C00H  + 

CHa-COOH       +C-|-H2+C0a 

Camphoronio  acid 
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and 

(CH3)2CH.COOH  + 

+ChJ)>CH.CCX)H  + 

+CO2. 

^  From  these  facts  it  is  possible  to  deduce  a  formula  for  camphoric 
acid,  which  also  accounts  for  its  other  properties: 

COOH   (XX)H         CH2 CH COOH 


CHy 


OOOH 


This  structural  formula  for  camphor  was  originally  proposed  by 
Bredt.  His  view  has  been  confirmed  by  the  synthesis  of  camphor, 
eflfected  by  Komppa,  but  the  details  of  the  processes  involved  are 
beyond  the  scope  of  this  work.  The  formula  of  camphor  contains 
two  dissimilar,  asymmetric  C-atoms,  represented  in  italic. 

The  position  of  the  carbonyl-group  in  camphor  follows  from  its 
conversion  into  carvacrol  by  the  action  of  iodine:  in  this  compound 
the  hydroxyl-group  is  in  the  or</ia-position  to  the  methyl-group 

(361). 

Bomeol  contains  a  CHOH-group  instead  of  the  CO-group  present 
m  camphor.  By  replacement  of  the  hydrox^'^l-group  by  iodine,  it 
yields  bomyl  iodide,  which  can  be  reduced  to  camphane: 

CH2 CH CH2 

I 


CH- 


CH3 — C — CH3 


CHa 


CH3 

Camphane 
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AccordiDg  to  the  formula,  the  eonveraion  of  GO  into  CHg  should 
destroy  the  asymmetry  of  both  the  asymmetric  C-Atoms  of  camphor, 
and  camphane  is,  in  fact,  optically  inactive. 

The  formula  of  camphor  contains  an  isopropyl-group,  and  there- 
fore accounts  for  the  conversion  of  camphor  mto  cymene  by  heating 
with  phosphorus  pentasulphide. 


BENZENE-NUCLEI  LINKED  TOGETHER  DIRECTLT,  OR 
INDIRECTLY  BT  CARBON. 

364.  The  simplest  possible  compound  of  this  nature  is  one  con- 
taining two  benzene-nuclei  directly  linked  ^together.  In  addition, 
there  are  compounds  with  the  benzene-nuclei  indirectly  connected 
by  a  carbon  atom,  or  by  a  chain  of  carbon  atoms.  A  few  typical 
examples  will  be  cited. 

Diphenyl,  CeHs-CeHs- 

Diphenyl  can  be  best  prepared  by  heating  iodobenzene  with 
finely-divided  copper  at  220®.  Another  method  for  the  preparation 
of  the  derivatives  of  diphenyl,  the  conversion  of  hydrazobenzene  into 
benzidine,  is  mentioned  in  291.  On  removal  of  the  amino-groups 
from  benzidine  by  means  of  the  diazo-reaction,  diphenyl  remains. 
This  method  of  fonnation  also  affords  a  proof  of  the  constitution 
of  benzidine. 

Oxidation  converts  diphenyl  into  benzoic  acid.  This  reaction 
and  its  synthesis  prove  its  constitution. 

Diphenyl  forms  large,  tabular,  colourless  crystals,  readily  soluble 
in  alcohol  and  ether.     It  melts  at  71®,  and  boils  at  254®. 

The  isomeric  substitution-products  of  diphenyl  are  much  more 
numerous  than  those  of  benzene,  as  the  scheme  indicates: 


A  monosubstitution-product  can  exist  in  three  isomeric  forms,  the 
substituent  being  in  the  or^^o-position,  ?7i€^a-position,  or  para-posi- 
tion to  the  bond  between  the  benzene-nuclei.    In  a  disubstitution- 

485 
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product,  both  substituents  may  be  linked  to    the  same  benzene- 
nucleus,  or  to  different  benzene-nuclei,  and  so  on. 

Benzidine  is  of  technical  importance,  because  many  of  the  azo- 
dyes  are  derived  from  it.  # 


Diphenylmethane,  G6H5«CH2-C6H^ 

365,  Diphenylmethane  can  be  obtained  from  benzyl  chloride. 
C36H5«CH2C1,  or  from  methylene  chloride,  CH2CI2,  by  means  of 
benzene  and  aluminium  chloride.  Its  homologues  are  obtained  by 
the  action  of  benzene  and  concentrated  sulphuric  acid  upon  alde- 
hydes.   Thus,  acetaldehyde  yields  unsymmetrical  diphenylethane: 


CH3-CH<§^+H20. 


When  derivatives  of  benzene  are  substituted  for  benzene  itself, 
many  derivatives  of  diphenylmethane  can  be  obtained  b}'^  the 
application  of  these  syntheses. 

Diphenylmethane  is  crystalline.  It  melts  at  26°,  boils  at  262°, 
and  has  an  odour  resembling  that  of  orange-peel.  Oxidation  wUh 
chromic  acid  converts  it  into  benzophenone  (300). 

A  derivative  of  diphenylmethane,  in  which  the  benzene-nuclei  are 

CflH4V 

still  directly  linked,  is  fluorene,  \        ^CH2.     It  is  formed  by  leading 

c,h/ 

the  vapour  of  diphenylmethane  through  a  red-hot  tube.  From 
alcohol  it  crystallizes  in  leaflets:  the  crystals  are  fluorescent,  a  cir- 
cumstance which  gave  this  compound  its  name.  It  melts  at  113°, 
and  boils  at  295°.     It  yields  red  needles  with  picric  acid. 

The  constitution  of  fluorcne  is  thus  established.     It  is  converteil 
by  the  action  of  oxidizing  agents  into  dipkenyleneketoney  the  formula 

of  which,  I         /CO,  is  established  by  its  formation  when  the  cal- 
CeH/ 

CeH,.CO|0 

cium  salt  of  diphenic  add,   |         I  '>Ca,  is  distilled.    Diphenic 

CeH^-'COO-^ 
acid,  for  its  part,  is  obtained  from  w-hydrazobenzoic  acid  by  the 
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benzidine-transfonnation  (291),  and  subsequent  elmunatiou  of  the 
amino-groups: 


(O^NH~NH(r7) 


HN 


COOH  HOPC  HOOC 


It  follows  that  the  carbonyl-group  in  diphenyleneketone  is  linked  at 
the  or^A^position  in  both  the  benzene-nuclei :  it  has,  therefore,  the 
structure 

^     \ /    \,    and  fluorene  itself     /    \ /    \ 


V 


CH, 


This  view  receives  confirmation  from  the  fact  that  phthalic  acid  is 
the  only  product  obtained  by  its  oxidation. 

The  hydrogen  of  the  CHr-group  in  fluorene  can  be  replaced  by 
potassium.  Oxidation  of  fluorene  with  lead  oxide  at  310^--33(y 
yields  dibiphenylene^hylene, 

which  melts  at  188^.    It  is  characterized  by  its  deep-red  colour, 
most  hydrocarbons  being  colourless,  at  least  in  thin  layers  (262). 

Triphenylmethane  and  its  Derivatives. 

366.  Triphenylmethane,  CH (00115)3,  is  formed  from  benzal  chlor- 
ide, C6H5«CHCl2,  by  the  action  of  benzene  and  aluminium  chloride; 
from  benzaldehyde  and  benzene  in  presence  of  a  dehydrating  agent, 
such  as  zinc  chloride;  and  from  the  interaction  of  chloroform  and 
benzene  in  presence  of  aluminium  chloride.  It  crj^stallizes  in  beau- 
tiful, colourless  prisms  melting  at  93°.    Its  boiling-point  is  359°. 

A  series  of  important  dyes,  the  rosanilines,  is  derived  from  this 
hydrocarbon.  Triphenylmethane  itself  is  not  employed  as  a  basis 
for  their  preparation,  but  simpler  substances  which  are  converted 
into  its  derivatives.  The  formation  of  the  dye  takes  place  in  three 
stages:  malachite^een  furnishes  an  example. 
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When  benzaldehyde  and  dimethylaniline  are  heated  with  zinc 
chloride,  tdrameihyldiamin(^phenylmethane  is  formed: 


o 


N(CH8)2  ^    X6H4N(CH3)2 

/-^  -HaO+CeHfi-C/ 


The  carbon  atom  of  the  aldehyde  group,  therefore,  furnishes  the 
"methane  carbon  atom  "  of  triphenylmethane. 

This  substance  is  also  called  lencamalachite-^een.    It  is  con- 
verted by  oxidation  with  Pb02,  in  hydrochloric-acid  solution,  into 

,,  ,.  ,.       ,      CeH5C[C6H4N(CH3)2]2  ,         , 

the  correspondmg  carbmol,  •  ,  a  colourless, 

OH 

crystalline  substance,  like  the  leuco-compound  from  which  it  is 

derived.     Being  an  amino-base,  it  is  capable  of  yielding  salts:  thus, 

it  dissolves  in  acids  with  the  formation  of  colourless  salts.     When 

such  a  solution  is  warmed,  water  is  eliminated,  and  the  deep-green 

dye  produced.    The  dye,  either  as  a  double  salt  with  zinc  chloride, 

or  as  an  oxalate,  is  known  as  malachite-^een.    The  elimination  of 

water  may  be  represented  in  several  ways;  it  is  usually  supposed 

to  take  place  thus: 

.C6H4N(CH3)2-Ha 
QjHfi.C<  -H2O- 

I  \C6H4-N(CH3)2-fHla 


|0H| 


X35H4N(CH8)2-HCI 
'  \^)>=N(CH3)2. 


CI 

Quinonoid  form 


This  "quinonoid  reaction  "  is  analogous  to  the  formation  of  quinone 
from  quinol,  in  which  the  colourless  quinol  is  converted  into  the 
deep-yellow  quinone. 

The  conversion  into  a  quinonoid  form  also  explains  many  other 
instances  of  the  formation  of  coloured  substances;  for  example,  the 
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conversion  of  the  colourless  phenolphthalein  (327)  into  its  red  metal- 
lic derivative. 

Bbrnthsen  has  proved  that  this  indicator  in  the  colourless 
state  is  a  lactone. 


C.U, 


/  C  V  (CeH^OH), 

but  that  its  red  salts  are  derivatives  of  a  carbozylio  add  oontaining 
a  quinoDoid-group, 

>C,H«:0 
^C,H40H 


i 


COOMe* 

When  the  phenolphthalein  is  regenerated  from  this  salt  by  the  action 
of  an  acid,  it  changes,  like  the  p^et^o-acids  (281),  into  the  colour- 
less lactone-f orm,  the  transformation  in  this  case  being  instantaneous 
The  distinguishing  characteristic  of  the  group  :C6H4:0  is  its 
strongly  marked  chromophore  character. 

The  three  stages  necessary  to  the  formation  of  the  dye  may, 
therefore,  be  defined  as  follows. 

1.  Formation  of  a  Uuc(hbaBe  (colourless),  a  derivative  of 

HC(C6H4NH2)8. 

2.  Formation  of  a  colour-base  (colourless),  a  derivative  of 

HO.C(C6H4NH2)3. 
8.  Formation  of  the  dye,  a  derivative  of 

p(C6H4NH2.HCl)2 
'"C6H4NH2-C1 

Reduction  reconverts  the  dyes  into  their  leuco-bases,  two  hydro- 
gen atoms  being  taken  up  during  the  reaction. 

♦  Me  represents  one  equivalent  of  a  metal. 
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CrydaJr^oiolet  (hexamethyltriaminotriphenylmethane)  furnidiesan 
excellent  example  of  a  phenomenoa  also  exhibited  by  other  ana- 
logous basic  substances.  When  an  equivalent  quantity  of  an  alkali 
is  added  to  a  salt  of  crystal- violet,  the  liquid  still  remains  coloured, 
has  a  strong  alkaline  reaction,  and  conducts  an  electric  current. 
On  standing,  the  solution  slowly  becomes  colourless,  when  it  is  no 
longer  alkaline,  and  its  electric  conductivity  has  fallen  to  that  of 
the  alkali-metal  salt  present  in  the  liquid.  The  liquid  now  contains 
a  colour-base.  These  phenomena  are  analogous  to  the  conversion  of 
acids  into  p«eudo-acids  (381).  For  this  reason  the  colour-base  may 
be  looked  upon  as  a  pseudo-6<»6.  Thus,  on  addition  of  the  equiva- 
lent quantity  of  NaOH  to  crystal-violet,  the  true  base, 

(CHs)2N.C8H4>'"— \_/--^0H 

is  at  first  present  in  the  solution:  after  standing  for  several  houra  at 
25^,  however,  this  true  base  changes  into  the  colour-base  (paeudo- 
base) 

Hantzsgh  has  been  able  to  identify  as  pseudorbases  substances 
other  than  those  mentioned. 

Pararosaniline  is  obtained  by  the  oxidation  of  a  mixture  of 
p-toluidine  (1  molecule)  and  aniline  (2  molecules)  by  means  of 
arsenic  acid  or  nitrobenzene.  The  methyl-group  of  toluidine  is 
thus  converted  into  the  *' methane  carbon  atom"  of  triphenyl- 
methane: 

/C6H4.NH2  /C6H4NH2 

CHa^  C6H5.NH2+3O  =  HO-Ce<:6H4NH2+2H20. 
CeHfi-NHg  \C6H4NH2 

This  colour-base  dissolves  in  acids,  forming  a  red  dye:  it  can  be 
reprecipitated  by  alkalis.  It  is  transformed  by  reduction  with  zinc- 
dust  and  hydrochloric  acid  into  parahucaniliney  HC(C6H4NH2)3, 
a  colourless,  crystalline  substance  which  melts  at  148°,  and  is  recon- 
verted into  the  colour-base  by  oxidation.  The  constitution  of 
paraleucaniline  is  indicated  by  the  formation  of  triphenylmethane 
on  elimination  of  its  amino-groups  by  diazotization.  On  the 
other  hand,  paraleucaniline  can  be  obtained  by  the  nitration  of 
triphenylmethane,    and    subsequent    reduction    of    the    trinitro- 
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derivative  thus  formed.  Paraleucaniline  is  converted  by  oxidation 
into  triaminotriphenylcarbinol,  which,  like  malachite-green,  loses 
water  under  the  influence  of  acids,  forming  the  dye: 

/C6H4NH2  /C6H4NH2 

0^H4NH2         ^HjO  =  CA:6H4NH2 
|\CeH4NH2.HCl  V6H4:NH2.a 

Another  important  dye  related  to  triphenylmethane  is  rosaniline 
Its  preparation  is  similarly  effected  by  oxidizing  a  mixture  of  ani- 
line, o-toluidine,  and  p-toluidine  in  equimolecular  proportions  with 
arsenic  acid,  mercuric  nitrate,  or  nitrobenzene.  In  this  reaction  the 
methane  carbon  atom  is  obtained  from  p-toluidine  as  follows: 

PTT 

NH2.C8H4.CH8+C6H4(CH3)NH2  •^^»<NH, 

^Tum^       +CHrNHr      +30.HO.C^4NH2+2H20. 

The  hydrochloride  of  the  rosaniline  base  containing  one  equi- 
valent of  hydrochloric  acid  is  called  magenta.  This  substance  forms 
beautiful  green  crystals  with  a  metallic  lustre,  which  dissolve  in 
water,  yielding  a  solution  of  an  intense  deep-red  colour. 

The  colour  of  the  magenta  solution  is  due  to  the  monovalent 
cathion,  (C20H20N3),  because  such  solutions  are  almost  completely 
ionized,  as  the  slight  increase  of  their  molecular  conducti\aty  on 
further  dilution  shows.  Moreover,  the  solutions  of  all  the  magenta 
salts — chloride,  bromide,  sulphate,  etc. — exhibit  the  same  absorp- 
tion-spectrum for  solutions  of  equimolecular  concentration,  an  in- 
dication of  the  presence  of  a  constituent  common  to  all  of  them 
(the  cathion). 

The  salts  containing  three  equivalents  of  acid  are  yellow,  the  red, 
monovalent  cathion  having  been  converted  into  the  yellow,  tervalent 
cathion:  in  consequence,  magenta  dissolved  in  excess  of  hydrochloric 
acid  yields  a  nearly  colourless  solution.  These  salts  are,  however, 
very  readily  hydrolyzed :  the  red  colour  reappears  when  this  solution 
in  hydrochloric  acid  is  poured  into  water. 

Many  derivatives  of  pararosaniline  and  rosaniline  are  known,  in 
which  the  hydrogen  atoms  of  the  amino-groups  have  been  replaced 
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by  alkyl-radicals.  They  are  all  dyes.  The  violet  colour  becomes 
deeper  as  the  number  of  methyl-groups  present  increases  (323). 
PentamethylpararosanUine  has  the  trade-name  "methyl-violet." 
When  one  hydrogen  atom  in  each  of  the  amino-groups  of  rosaniline 
is  replaced  by  phenyl,  a  blue  dye  is  formed,  called  "aniline-blue." 

The  alkyl-groups  were  formerly  introduced  into  pararosaniline 
in  the  ordinary  way,  by  means  of  an  alkyl  chloride  or  even  iodide. 
These  methods  have  since  been  superseded  by  others,  better  suited 
to  the  preparation  of  the  alkyl-derivatives.  For  example,  methyl- 
violet  is  obtained  by  the  oxidation  of  dimethylaniline  with  potas- 
sium chlorate  and  cupric  chloride,  the  methane  carbon  atom  being 
obtained  from  one  of  the  methyl-groups. 

Aniline-blue,  or  iriphenylrosanUine  hydrochloride,  is  got  by  heat- 
ing rosaniline  with  aniline  and  a  weak  acid,  such  as  benzoic  add, 
whereby  the  amino-groups  in  the  rosaniline  are  replaced  by  anilino- 
groups,  tho.  ammonia  set  free  entering  into  combination  with  the 
acid.  This  process  is  analogous  to  the  formation  of  diphenylamine 
from  aniline  hydrochloride  and  aniline  (284). 

367.  Dyes  formed  from  hydroxyl-derivativea  of  triphenyl- 
methane  are  also  known,  but  are  much  lees  valuable  than  those 
just  described^  on  account  of  the  difficulty  of  fixing  them.  Rosolic 
add, 

cA3eH40H 
X^6H4=0 

obtained  from  rosaniline  by  diazotization,  is  an  example  of  such 
dyes. 

Malachite-green  and  the  pararosaniline  and  rosaniline  dyes 
colour  wool  and  silk  directly,  and  calico  after  it  has  been  mordanted. 

It  is  stated  in  321  that  the  fixing  of  dyes  upon  vegetable  or 
animal  fibres  must  be  regarded  as  a  chemical  combination  of  the 
compounds  contained  in  the  fibre  with  the  dye,  analogous  to  the 
iormation  of  salts.  The  following  is  a  proof.  The  colour-base  of 
rosaniline  is  colourless:  when,  however,  wool  or  silk  is  immersed 
in  its  colourless  solution,  it  becomes  gradually  coloured,  as  though 
an  acid  had  been  added.  This  phenomenon  can  only  be  explained 
by  supposing  that  a  compound  in  the  fibre  unites  with  the  colourless 
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base,  forming  with  it  a  salt  of  the  same  colour  as  a  solution  of  the 
dye  in  water. 

The  phthaleins,  dyes  related  to  triphenylmethane,  have  been 
mentioned  (327). 

GoMBEBQ  has  investigated  the  action  of  zinc  upon  a  benzene 
solution  of  triphenylMoromdhane:  zinc  chloride  separates,  and  the 
solution  contains  a  compound  which  can  be  precipitated  by  addi- 
tion of  acetone  or  ethyl  formate.    This  compound  he  regards  as 
triphenylmethyl,  (C6H5)8C — ,  with  one  free  linking. 

If  Gomberg's  view  is  correct,  this  body  affords  the  first  example 
of  a  compound  with  a  tervalent  carbon  atom.  Its  power  of  forming 
addition-products  is  remarkable.  It  is  at  once  oxidized  by  atmos- 
pheric oxygen  to  a  peroxide^  (C6H6)3C — O — O — C(C6H5)3.  It  de- 
colourizes iodine-fiolution  instantaneously,  forming  triphenylmethyl 
iodide.  It  yiekls  addition-products  with  many  compounds. 
Against  the  view  that  it  contains  a  tervalent  carbon  atom  is  the 
fact  that  the  molecular  weight  indicated  by  the  cryoscopic  method 
is  twice  as  great  as  that  required  by  the  empirical  formula.  Al- 
though this  result  may  be  due  to  association  of  the  triphenylmethyl 
molecules,  as  sometimes  happens  with  unsaturated  compounds,  the 
possibility  of  Gomberg's  compoynd  being  '  hexaphenylethane, 
(C6H6)3C*C(C6H6)8,  must  not  be  overlooked.  The  choice,  lies 
between  two  very  novel  explanations:  either  the  compound  is  tri- 
phenylmethyl, and  is  the  only  known  body  with  a  tervalent  carbon 
atom;  or  it  is  hexaphenylethane,  which  would  involve  a  severahce 
of  the  linking  between  the  ethane-carbon  atoms  under  circum- 
stances such  as  have  never  been  observed  in  organic  chemistry. 
A  satisfactory  decision  between  the  two  views  has  not  yet  been 
attained. 

Dibenzyl  and  its  Derivatives. 

368.  Dibenzyl  J  C6H5«CH2-CH2'C6H6,  can  be  obtained  by  the 
action  of  sodium  upon  benzyl  chloride: 


CoHfi-CHa Cl+Naa-hCllCHg-CeHfi  -  CeHs-CHg-CHa-CeHg-f  2Naa 


This  method  of  formation  shows  it  to  be  symmetrical  diphenyU 
ethane.    It  melts  at  52^. 
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Symmetrical  diphenylethylene,  CeHB-CHtCH-CsHs,  M.P.  125%  is 
called  stilbene.  It  can  be  obtained  by  various  methods :  for  example, 
by  heating  an  aqueous  solution  of  phenylsodionitromethane,  which 
is  thereby  decomposed  into  stilbene  and  sodium  nitrite: 

2CoH5-CH:NO.ONa  -  C8H5-CH:CH.CoH5+2NaNO,. 

Stilbene  forms  an  addition-product  with  bromine,  from  which 
tdan,  CgHs •  C  aC-CoHs,  is  produced  by  elimination  of  2HBr.  Tolan 
can  be  reconverted  into  stilbene  by  careful  reduction. 

p-DiaminastUbene,  NH2'CoH4-CH:CH«CeH4*NH2,  can  be  ob- 
tained  by  treatment  of  p-nitrobenzyl  chloride,  ClHjC-CeH^-NO,, 
with  alcoholic  potash,  and  subsequent  reduction  of  the  p-dtni^ro- 
stilbene  thus  formed.  It  is  used  as  a  basis  for  the  preparation  of 
certain  dyes. 

Derivatives  of  dibenzyl  are  got  by  the  condensation  of  benzal- 
dehyde  in  presence  of  potassium  cyanide.  For  example,  benzoin 
18  thus  formed: 

CeHfi-cS  rSc-CeHfi  -  CeHfi-CO-CJHOH.CeHB. 

^  T  XI  Benaoln 

It  has  the  character  of  a  keto^alcohol,  since  it  takes  up  two 
hydrogen  atoms,  with  formation  of  a  dihydric  alcohol;  hydro- 
benzoin,  CeHs-CHOH-CHOH-CeHfi.  On  oxidation  it  yields  a 
diketone,  benzil,  CeHs-CO^CO-CeHs.  Benzoin  contains  the  group 
— CHOH-CO — ,  which  is  present  in  the  sugars  (2o6),  It  also  pos- 
sesses properties  characteristic  of  the  sugars:  thus,  it  reduces  an 
alkaline  copper  solution,  and  yields  an  osazone. 

Benzil  is  a  yellow,  crystalline  substance.  As  a  diketone  it 
unites  with  two  molecules  of  hydroxylamine  to  form  a  dioxime. 

369.  BenzUdioxime  exists  in  three  isomeric  forms,  the  number 
indicated  by  the  stereoisomerism  of  nitrogen  derivatives  (301): 

CoHs-C C-CflHj    CeHs-C-C-CeH      CeHj-C C-CbHs 

II     .       II  II     II  •       II  II 

NOH     NOH  HON    NOH  NOH   HON 

ampArBenaildioxime  an<tBenzildioxime  •ymBensildioxime 

One  of  these  oximes  readily  3nelds  an  anhydride,  and  is  therefore 
assumed  to  have  the  two  hydroxy  1-groups  in  close  proximity,  tlie 
«yn-formula.  One  of  the  other  dioximes  is  the  most  stable  of  the 
three  compounds,  and  can  be  obtained  by  various  means.    The 
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third  dioxime  can  be  easily  transformed  into  this  stable  modifica* 
tion.  It  is  probable  that  the  stable  dioxime  has  the  symmetrical 
or  anh-formula,  so  that  the  ampAi-formula  must  be  that  of  the 
unstable  modification. 

When  heated  with  alcoholic  potash,  benzil  takes  up  one  mole- 
cule of  water,  undergoing  an  intramolecular  transformation,  with 
production  of  bemUic  acid,  a  reaction  analogous  to  the  formation  of 
pinacolin  from  pinacone  (156): 

CeHs-CO.CO.CftHfi+HaO  =  cjij>C<coOH- 

Benxilic  OfCid 


CONDENSED  BENZENE-RINGS. 

370.  Condensed-ring  compounds  contain  two  or  more  closed 
chains^  with  C-atoms  common  to  both.  Such  compounds  are  pres- 
ent in  the  higher-boiling  fractions  of  coal-tar  (267).  Next  to  the 
phenoiS;  naphthalene  is  the  principal  constituent  of  the  second 
fraction,  carbolic  oil,  and  of  the  third  fraction,  creosot«-oil.  The 
anthracene-oil  contains  anthracene  and  phenanihrene,  and  other 
hydrocarbons,  Th^  three  compounds  and  some  of  their  deriva- 
tives will  be  described. 

I.    NAPHTHALENE,  CioHe. 

Naphthalene  is  present  in  considerable  proportion  in  coal-tar, 
from  which  it  is  readily  obtained  pure.  On  cooling,  the  crude 
crystals  of  naphthalene  precipitate  from  the  fraction  distilling 
between  170"^  and  230°.  The  liquid  impurities  are  pressed  out,  and 
are  further  eliminated  by  conversion  into  non-volatile  sulphonic 
acids  on  warming  the  crude  product  with  small  quantities  of  con- 
centrated sulphuric  acid,  and  distilUng  with  steam  or  subliming. 
The  process  yields  pure  naphthalene. 

Naphthalene  crystallizes  in  shining  plates,  melting  at  80°,  and 
boiling  at  218°.  It  is  insoluble  in  water,  but  readily  soluble  in  hot 
alcohol  and  ether:  it  dissolves  to  a  very  small  extent  in  cold  alcohol 
It  has  a  characteristic  odour,  and  is  very  volatile.  It  is  always 
present  in  coal-gas,  the  illuminating  power  of  which  is  to  a  large 
extent  due  to  its  presence.  It  is  extensively  employed  in  the 
manufacture  of  dyes. 

The  formation  of  naphthalene  on  passing  the  vapours  of  many 
compounds  through  a  red-hot  tube,  a  process  somewhat  similar  to 
that  which  takes  place  in  the  retorts  of  the  gas-works  (267),  ex- 
plains its  occurrence  in  coal-tar. 

496 
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The  constitution  of  naphthalene  is  proved  in  353  to  be 

H     H 

hV\/h 

H     H 

This  view  is  confirmed  by  two  syntheses. 

1.  o-Xylylene  bromide  is  converted  by  treatment  with  tetraethyl 
disodioethanetetracarboxylate  into  tetraethyl  hydronaphihdUnetetra" 
carboxylate: 

/CHjBr    NaCCCOOCjHs),  XH,— CCCOOCHOa 

\OH.Br    NaCCCOOCjHft),  ^CHj— C(C00C,H5), 

o-Xylylene  bromtde 

On  saponification,  this  compound  loses  two  molecules  of  carbon 
dioKide,  forming  hydronaphthcUenedicarboxylic  acid: 

CHz— CH-COOH 


CH,-CH.C(X)H 


\ — 


The  ffllver  salt  of  this  acid  readily  gives  up  two  molecules  of  carbon 
dioxide  and  two  atoms  of  hydrogen,  yielding  naphthalene. 

2.  On  heating,  phenyl t^ocro tonic  acid  is  converted  into  a^naph^ 
thol,  a  hydroxy-deri vative  of  naphthalene : 

H     CH 

h\/H  /CH,  Vx/ 

HOC^  OH 

HO 

PhenylMocrotonic  acid  a-Naphthol 

Naphthalene  behaves  in  all  respects  as  an  aromatic  hydrocarbon. 
With  nitric  acid  it  yields  a  nitro-derivative;  with  sulphuric  acid  a 
sulphonic  acid:  its  hydroxyl-derivatives  have  the  phenolic  charac- 
ter:   the  amino-eompounds  undergo  the  diazo-reaction:  etc. 

For  naphthalene,  as  for  benzene  (263),  no  formula  indicating  its 
internal  structure  and  satisfactorily  accounting  for  its  properties  has 
been  proposed. 
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Formula  I.  (Fig.  81)  is  analogous  to  the  centric  formula  for  ben- 
zene: it  is  difficult  to  represent  its  configuration  in  space. 


Fio.  81. 

Fig.  81. — Centric  Naphthalene-formula. 
Fig.  82. — Thiele's  Naphthalene-formula. 
Fig.  83. — Simple  Naphthalene-formula. 

Thiele  has  suggested  formula  II.  (Fig.  82),  with  inactive  double 
linkings  (263),  and  of  those  put  forward  it  seems  to  give  the  best 
expression  to  the  properties  of  naphthalene.  The  question  of  what 
formula  most  accurately  represents  the  internal  structure  of  the 
naphthalene  molecule  is,  however,  of  no  practical  importance,  for 
the  simple  scheme  III.  (Fig.  83),  which  leaves  the  problem  unsolved^ 
fully  accounts  for  the  isomerism  of  the  derivatives  of  naphthalene. 

As  with  benzene,  partial  hydrogenation  of  naphthalene  changes 
its  characteristic  aromatic  character;  for  naphthalene  dihydride, 
CioHio,  adds  bromine  as  readily  as  compoimds  with  double 
linkings. 

371.  Naphthalene  yields  a  much  greater  number  of  substitution* 
products  than  benzene,  the  number  obtained  corresponding  to 
those  theoretically  possible  for  a  compound  with  the  formula  in 
370.    This  fact  supports  the  constitution  indicated. 

A  compound  of  the  formula  * 


must  yield  two  isomeric  monosubstitution-products.  Substitution 
can  take  place  at  a  carbon  atom  directly  linked  to  one  of  the  two 
C-atoms  common  to  both  rings  (1,  4,  5,  or  8),  or  at  one  of  the  others 
(2,  3,  6,  or  7),  which  are  also  similar  to  one  another.  Two  series 
of  moncsubstitution-products  are  in  fact  known:   those  in  which 
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the  hydrogen  at  1,  4,  5,  or  8  has  been  replaced  are  called  a-deriva- 
tives;  when  hydrogen  is  substituted  at  2,  3,  6,  or  7,  the  products 
are  tenned  /J-derivatives. 

A  great  number  of  disubstitution-products  is  possible:  for  two 
similar  substituents  it  is  10,  and  for  two  dissimilar  substituents  14. 
Many  of  them  have  been  obtained.  The  ten  isomerides  are  denoted 
by  the  numbers 

1:2,  1:3,  1:4,  1:5,  1:6,  1:7,  1:8,  2:3,  2:6,  2:7. 

In  any  other  arrangement  the  grouping  is  identical  with  one  of 
these:  thus,  ^&=  1:6,  and  3:6=2:7,  etc.  For  three  similar  sub- 
stituents the  number  of  possible  isomerides  is  much  greater,  and 
still  greater  for  three  dissimilar  ones.  The  disubstitution-products. 
with  the  substituents  in  the  same  ring  are  called  crtho,  meta,  and 
jxira.  When  they  are  in  difiFerent  rings,  the  compounds  are  usually 
distinguished  by  numbers,  or  sometimes  by  letters:  thus,  a  com-^ 
pound  4 : 5  is  also  denoted  by  aa',  and  one  3 : 6  by  /?/?'.  The  positions 
1:8  and  4:5  are  also  called  the  pm-positions:  in  certain  respect^^ 
they  resemble  the  ortAo-positions.  For  example,  pen-naphthalenedi' 
carbaxylic  acid, 

/~N-COOH 

resembles  o-phthalic  acid  in  its  ability  to  form  an  anhydride. 

372.  On  account  of  the  great  number  of  isomerides,  the  orienta- 
tion of  naphthalene  derivatives  is  sometimes  diflScult,  and  the 
positions  occupied  by  the  substituents  in  many  compounds  are  still 
uncertain.  The  same  method  of  orientation  is  employed  as  for  the 
benzene  derivatives,  the  conversion  of  compounds  with  side-chains 
in  unknown  positions  into  others  with  substituents  in  positions 
that  have  been  determined. 

Oxidation  is  another  important  aid  in  their  orientation,  and  is 
employed  to  determine  whether  the  substituents  are  attached  to 
the  same  ring,  or  to  different  rings,  as  well  as  their  position  relative 
to  one  another.  Thus,  suppose  the  position  of  the  nitro-groups 
in  a  dinitronaphthalene  has  to  be  determined.     If  it  yields  phthalic 
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acid  on  oxidation,  the  two  nitro-groups  must  be  in  union  with  the 
same  ring,  that  one  which  has  been  removed  by  oxidation.  If  a 
dinitrophthalic  acid  is  formed,  this  also  proves  that  the  two  nitro- 
groups  are  linked  to  the  same  ring,  and  the  orientation  of  these 
groups  in  this  acid  should  indicate  their  relative  position  in  the 
naphthalene  derivative.  Lastly,  if  oxidation  yields  a  mononitro- 
phthalic  acid,  one  nitro-group  is  attached  to  each  ring,  and  orienta- 
tion of  the  mononitrophthalic  acid  obtained  will  determine  the 
position  of  one  of  the  nitro-groups. 


Substitution-products. 

373.  The  homologues  of  naphthalene  —  methyl-derivatives, 
ethyl-derivatives,  etc. — are  unimportant.  They  can  be  prepared 
by  FrrriG's  method,  or  that  of  Friedel  and  Crafts  (268, 1  and  2). 

a-Methylnaphthalene  is  a  liquid,  and  boils  at  240^-24^ :  /?-methyl- 
naphthaiene  is  a  solid,  and  melts  at  32^.  Both  are  present  in  coal- 
tar.  On  oxidation,  they  )rield  a-naphthotc  acid  and  ff-naphlhoic  acid 
respectively,  which  resemble  benzoic  acid  in  their  properties.  They 
are  converted  into  naphthalene  by  distillation  with  lime. 

a-Chloronaphthalene  and  a-bromonaphthalene  are  respectively 
formed  by  the  action  of  chlorine  and  bromine  upon  boiling  naph- 
thalene. Although  their  halogen  atom  is  not  so  firmly  linked  as 
that  in  monochlorobenzene  or  monobromobenzene  (265),  they  are 
not  decomposed  by  boiling  with  alkalis.  A  similar  stability  charac- 
terizes the  corresponding  ^-compounds,  which  are  not  obtained  by 
the  direct  action  of  halogens  upon  naphthalene,  but  can  be  pre- 
pared from  other  /^-compounds,  such  as  amino-derivatives,  sulpho- 
derivatives,  etc.,  by  the  methods  described  under  benzene  (303,  4). 

374.  The  product  obtained  by  the  action  of  concentrated  nitric 
acid  upon  naphthalene  is  very  important  for  the  orientation  of  the 
naphthalene  derivatives.  It  is  a-nitronaphth/dene,  M.P.  61°,  which 
is  proved  to  belong  to  the  a-series  by  its  conversion  into  the  same 
naphthol  as  is  obtained  from  phenylisocrotonic  acid  (370). 

The  position  of  the  substituents  in  a  great  number  of  mono- 
substitution-products  can  be  determined  from  a  knowledge  of  that 
of  the  nitro-group  in  this  nitronaphthalene,  for  the  nitro-group 


}§  375,  3761    NAPHTHALENE  SUBSTITUTION-PRODUCTS.        601 

can  be  reduced  to  an  amino-group,  which  is  replaceable  by  numer- 
ous atoms  or  groups  by  means  of  the  diazo-reaction.  If  a  mono- 
substituted  naphthalene  is  known  to  be  an  a-compound,  its  isomer- 
ide  must  belong  to  the  /?-series. 

a-Nitronaphthalene  is  a  yellow,  crystalline  compound,  and 
melts  at  61^  The  correspondmg  /^-compound  is  similar,  and  melts 
at  79°. 

375.  On  heating  naphthalene  with  concentrated  sulphuric  acid 
at  a  temperature  not  exceeding  80°,  a-naphthalenemonosidptionic 
acid  is  chiefly  formed:  at  160°  the  ^-acid  is  the  principal  product, 
owing  to  the  conversion  of  the  a-compound  into  its  5-isomeride. 
Both  are  crystalline  and  very  hygroscopic. 

On  fusion  with  caustic  potash,  the  naphthalenesulphonic  acids 
are  converted  into  naphthols,  CioHj-OH,  with  properties  very  simi- 
lar to  those  of  phenol.  They  are  present  in  coal-tar.  a-Naphthol 
melts  at  95°,  and  boils  at  282°:  p-nnphihol  melts  at  l22°,  and  boils 
at  288°.  The  hydroxyl-group  in  these  compounds  can  be  replaced 
much  more  readily  than  that  in  phenol.  They  dissolve  in  alkalis. 
With  ferric  chloride  a-naphthol  yields  a  flocculent,  violet  precipi- 
tate: /?-naphthol  gives  a  green  colouration,  and  a  precipitate  of 
^inaphthol,  HO-CioHe-CioHe-OH.  The  violet  precipitate  ob- 
tained with  a-naphthol  is  possibly  an  iron  derivative  of 
a-dinaphthoL 

376.  a-Naphthylamine ' and  ^-naphthylamine,  CioH7-NH2,  can 
be  obtained  by  the  reduction  of  the  corresponding  nitro-derivatives, 
but  are  usually  prepared  by  heating  a-naphthol  and  /?-naphthol 
respectively  with  the  ammonia  compound  of  zinc  chloride  or  of 
calcium  chloride.  a-Naphthylamine  is  a  solid,  melting  at  50°,  and 
has  a  fsecal-like  odour:  ^-naphthylamine  melts  at  112°,  and  is 
nearly  odourless.  A  mode  of  distinguishing  between  the  isomerides 
is  afforded  by  the  fact  that  the  salts  of  the  a-oompound,  but  not 
the  ^-compound,  give  a  blue  precipitate  with  ferric  chloride  and 
other  oxidizing  agents. 

These  bases  are  of  technical  importance,  since  the  dyes  of  the 
congo-group  and  the  hemopurpurins  are  derived  from  them,  and  pos- 
sess the  important  property  of  dyeing  un mordanted  cotton. 

Congo-red  is  formed  by  diazotizing  benzidine,  and  treating  the 
product  with  a  sulphonic  acid  of  naphthylamine.  The  dye  is  the 
sodium  salt  of  the  acid  thus  formed : 
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H,N.CH4-C.H«.NH,-Ca.N,.CH,-CH,.N,a+2C,oH,<^J'-» 

BeDsidioe  Beosidinediasonium  chloride       NaphthylamiiiMui- 

phonie  acid 

Congo-red 

The  acid  itself  is  blue. 

The  benzopurpurins  differ  from  congo-red  only  in  having  a 
methyl-group  attached  to  each  benzene-nucleus  of  the  benzidine- 
group. 

377.  Among  the  polysubstituted  naphthalene  derivatives  is 
dinitro-a-naphtholf  obtained  by  the  action  of  nitric  acid  upon  the 
monosulphonic  or  disulphonic  acid  of  a-naphthol.  Its  sodium  salt 
is  MariiuB'  yellow:  it  dyes  wool  and  silk  directly  a  golden-yellow. 
Nitration  of  a-naphtholtrisulphonic  acid  yields  dinitroiiaphthol- 
sulphonic  acid,  the  potassium  salt  of  which  is  naphthol-yellow:  it 
resists  the  action  of  light  better  than  Martius'  yellow. 

Naphthionic  acid  is  one  of  the  longest-known  naphthalene 
derivatives.    It  is  1 :4e-naphihylamine8ulphonic  acid, 

SO3H 


NHo 


and  results  from  the  interaction  of  a-naphthylamine  and  sulphuric 
acid.  It  is  crystalline,  and  only  slightly  soluble  in  water.  It  is 
manufactured  for  the  preparation  of  congo-red  and  other  dyes. 
Solutions  of  its  salts  display  an  intense  reddish^blue  fluorescence. 

a-Naphthaquinoney  CioHgOi,  is  formed  by  the  oxidation  of  many 
a-derivatives,  and  of  some  di-derivatives,  of  naphthalene.  It  is 
usually  prepared  from  naphthalene  itself  by  oxidation  with  a  boiling 
solution  of  chromic  acid  in  glacial  acetic  acid,  a  method  of  formation 
which  has  no  parallel  among  those  for  the  preparation  of  the  cor- 
responding benzene  derivatives.  It  crystallizes  from  alcohol  in 
deep-yellow  needles,  melting  at  125°.  It  resembles  benzoquinone 
not  only  in  colour  but  in  its  other  properties:  thus,  it  has  a  charac- 
teristic, pungent  odour,  and  is  very  volatile,  subliming  readily  at 
100**";  and  it  is  reduced  to  a  dihydroxy naphthalene  by  sulphurous 
acid.     For  these  reasons  the  structural  formula 
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O 

H 

H 
0 

is  assigned  to  it,  analogous  to  that  of  benzoquinone.  In  support 
of  this  vi.ew  is  the  fact  that  on  oxidation  it  yields  phthalic  acid, 
proving  both  oxygen  atoms  to  be  attached  to  the  same  ring,  more- 
over, hydroxylamine  converts  it  into  an  oxime.  Knowinf^  the 
constitution  of  a-naphthaquinone  to  be  1 :4,  it  is  possible  to  deter- 
mine that  of  other  di-derivatives.  If,  on  oxidation,  they  yield  this 
-quinone  by  elimination  of  the  substituents,  the  latter  must  occupy 
the  para-position. 

p-Naphthaquinone,  C10H6O2,  is  formed  by  the  oxidation  oJ 
aminonaphthol  (1:2),  which  proves  its  structure  to  be 


Its  properties  are  very  different  from  those  of  a-naphthaquinone. 
It  crystallizes  in  red  needles,  and  decomposes  without  melting  at 
115®,  being  therefore  non-volatile.  It  is  also  odourless.  Sulphur- 
ous acid  r^uces  it  to  l:2-dihydroxynaphthalene. 

Addition-products. 

378.  Naphthalene  and  its  derivatives  yield  addition-products 
somewhat  more  readily  than  the  benzene  derivatives. 

All  the  intermediate  hydrogenationiproducts  of  naphthalene  from 
dihydronaphthalene,  CioHjo,  to  dodecahydronaphthaleney  C10H20,  are 
known,  each  member  having  two  hydrogen  atoms  more  than  its 
immediate  predecessor.  The  first-named  is  obtained  by  the  action  of 
sodium  and  alcohol  upon  naphthalene.  Oxidation  converts  it  into 
o^henylenediacetic  acid: 

H     H  H     Ha 

Hj^\/\H      Hj^\  /\  H      /^\  CH2-C00H 

h'^^'\^h  "^h!^/'1^/h^  'v^  Jch^-cooh' 

H     H  H     H, 

Naphthalene  Dibydnde  o-Pbenylenediacetic  acid 
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Assuming  that  the  formula  given  represents  naphthalene,  the  hydro- 
gen is  added  to  the  conjugated  double  linking  at  the  positions  1 :4. 

When  reduced  with  sodium  and  boiling  amyl  alcohol,  /}-naph- 
thylamine  yields  a  ietrahydridey  CioHnNH2,  a  compound  with 
most  of  the  properties  characteristic  of  the  aliphatic  amines:  it  is 
strongly  alkaline,  absorbs  carbon  dioxide  from  the  air,  has  an 
ammoniacal  odour,  and  cannot  be  diazotized.  All  four  hydrogen 
atoms  are  in  union  with  the  same  ring  as  the  amino-group. 


H     Ho 


Hr 

^  \/ 

/^    N 

Hj    • 

Hi 

\/ 

\y 

HNHs' 

H 

X 

since,  on  oxidation  with  potassum  permanganate,  the  compound  is 
converted  into  o-hydrocinnamylcarboxylic  acH, 


f\  XT  ^  CH2  •  CH2  •  COOH 
Utt4<coOH 


which  must  evidently  result  from  a  tetrahydride  with  the  above 
structure  if  the  oxidation  takes  place  at  the  C-atom  linked  to  the 
NH2-group.  Moreover,  the  hydrogen  addition-product  does  not 
take  up  bromine,  another  proof  that  the  four  H-atoms  are  attached 
to  the  same  benzene-nucleus.  The  entrance  of  two  hydrogen  atoms 
into  each  ring  would  produce  a  compound  with  double  bonds, 
capable  of  yielding  an  addition-product  with  bromine. 

The  reduction-product  may,  therefore,  be  regarded  as  benzene 
with  a  saturated  side-chain,  — CH2 -0112  •CH(NH2) -0112 — ,  linked 
to  two  or//? o-C-atoms. 

a-Naphthylamine  can  also  be  reduced  by  amyl  alcohol  and 
sodium,  but  the  tetrahydride  formed  is  different  in  character  from 
that  obtained  from  /?-naphthylamine,  for  it  possesses  all  the  proper- 
ties characteristic  of  the  aromatic  amines:  it  can  be  diazotized, 
and  has  no  ammoniacal  odour.  Since,  like  /?-naphthylamine,  it 
forms  no  addition-product  with  bromine,  its  constitution  is 
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which  proves  that  the  four  hydrogen  atoms  in  it  likewise  are  in 
union  with  the  same  nucleus,  but  not  the  one  linked  to  the  amino- 
group.  In  support  of  this  view  are  its  completely  aromatic 
character,  and  the  fact  that,  on  oxidation  with  potassium  per- 
manganate, the  ring  containing  the  amino-group  is  removed,  with 
formation  of  adipic  acid  (164), 

CH2 

CH2  COOH 

I 
CH2  COOH 

\/ 
CH2 

a-Naphthylamine  tetrahydride  must,  therefore,  be  looked  upon  as 
aniline  containing  a  saturated  side-chain,  — CH2-CH2-CH2'CH2 — , 
linked  to  two  oriAo-C-atoms. 


n.  ANTHRACENE,  CuBiq. 

379.  Anthracene  is  present  only  in  small  proportions  in  coal- 
tar,  varying  between  0«25  and  0-45  per  cent.;  nevertheless,  it  is 
the  basis  of  the  manufacture  of  the  important  dyestuff,  alizarin 
(382  and  383). 

The  so-called  "50  per  cent,  anthracene,"  obtained  by  distilling 

anthracene-oil  (267),  is  distilled  with  one-third  of  its  weight  of 

potassium  carbonate  from  an  iron  retort.    Certain  impurities  are 

C  H 
thereby   removed,   among   them  carhazole,    -^    *>NH,   which  is 

C6H4 

present  in  considerable  proportion  in  the  crude  anthracene,  and 

IS    thus    converted    into    a    non-volatile    potassium    derivative, 

(Cl6H4)2N-K.    The  distillate  consists  almost  entirely  of  anthracene 

and   phenanthrene:    it   is  treated  with  carbon  disulphide,  which 
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dissolves  out  the  phenanthrene.  By  crystallization  from  benzene, 
the  anthracene  is  obtained  pure. 

It  crystallizes  in  colourless,  glistening  leaflets,  with  a  fine  blue 
fluorescence.  It  melts  at  213**,  and  boils  at  351^  It  dissolves 
readily  in  boiling  benzene,  but  with  difficulty  in  alcohol  and  ether. 
With  picric  acid  it  yields  a  compound  Ci4Hio'C6H2(N02)30H, 
melting  at  138'*. 

Several  modes  of  preparing  anthracene  are  known  which  give 
an  insight  into  its  constitution.  One  of  these  is  its  synthesis  by 
Anschutz's  method  from  benzene,  aluminium  chloride,  and  tetra- 
.bromoethane: 

BrCHBr  /CHv 

C6Hfl+      I         +C6Ha«C6H4<|     >C6H4+4HBr. 
BiCHBr  XJH^ 


This  synthesis  proves  that  anthracene  contains  two  benzene-nuclei 
united  by  the  group  C2H2,  a  view  supported  by  its  formation  on 
heating  o-tolylphenylketone  with  7:nc-dust: 


C6H4<'     ^CeHs  -  H2O  -  C6H4O    ^H4. 


From  this  reaction  it  follows  that  the  C2H2-group  is  linked  to  ortho^ 
C-atoms  in  at  least  one  benzene-nucleus:  the  formula  of  anthracene 
may,  therefore,  be  written 


O^^w"' 


The  central  group  C2H2  is  also  linked  to  artho-O-Aioma  in  the 
second  benzene-nucleus.  This  is  proved  by  the  S3mthesis  of  an- 
thracene from  o-bromobenzyl  bromide  and  sodium,  for  example, 
in  which  a  dihydro-derivative  is  first  formed,  and  is  converted  into 
anthracene  by  oxidation: 
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ANTHRACENE. 


SOT 


(\/|Br    Na2  BrlHgC 
/\CHa|Br  Nag  Br|. 

o-Bromobensyl  bromide 

+  1      1      Y    1  -  2H 


-4NaBr-t- 


CH 


DihydrcMtnthraoene 


CH 

Anthraoeno 


This  constitution  indicates  that  anthracene  should  yield  a  very 
large  number  of  isomeric  substitution-products.  Three  mono- 
substitution-products  are  possible.  Numbering  the  carbon  atoms 
thus, 


Anthracene 


then  1-4=5=8,  2=3=6=7,  and  9-10.  Fifteen  disubstitution- 
products  with  similar  groups  are  possible.  A  very  considerable 
number  of  anthracene  derivatives  is  known,  although  it  is  small 
in  comparison  with  the  enormous  number  theoretically  possible. 

The  orientation  of  the  anthracene  derivatives  is  effected  simi- 
larly to  those  of  naphthalene  (372),  oxidation  and  a  study  of  the 
resulting  products  being  an  important  aid. 


Substitution-products. 

380.  Anthraquinonej  C14H8O2,  is  one  of  the  most  important 
derivatives  of  anthracene,  from  which  it  is  obtained  by  oxidation 
with  such  agents  as  nitric  acid  and  chromic  acid.  Anthracene  is  so 
readily  converted  into  anthraquinone  by  nitric  acid  that  it  is  not 
possible  to  nitrate  it. 

Anthraquinone  is  proved  to  have  the  structure 


CO 


CO 
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since  it  is  formed  by  the  interaction  of  phthalic  anhydride  and 
benzene  in  presence  of  a  dehydrating  agent  such  as  aluminium 
chloride: 

CO^I^    ,XT     /.XT  /.TT     .CO 


C6H4<^5>[0+H2JC6H4  =  C6H4<co>C6H4+H20. 


Phthalic  anhydride 

The  reaction  takes  place  in  two  stages:  o-benzoylbenzoic  acid, 
C6H4 <p,QQ j|  ^,  is.  first  formed,  and  then  loses  one  molecule  of 
water,  forming  anthraquinone; 

CO 

C6H4^   N^eHs  —  H2O  =  C6H4<p,^>CeH4. 
\COOH  ^^ 

The  constitutional  formula  of  anthraquinone  indicates  that  only 
two  isomeric  monosubstitution-products  are  possible.  This  has 
been  verified  by  experiment — a  further  proof  that  the  formula  is 
correct. 

381.  Anthraquinone  crystallizes  from  glacial  acetic  acid  in 
light-yellow  needles,  melting  at  277*^.  At  higher  temperatures  it 
sublimes  very  readily,  forming  long,  sulphiu--yellow  prisms.  It  is 
very  stable,  and  is  not  easily  attacked  by  oxidizing  agente,  or  by 
concentrated  nitric  acid  or  sulphuric  acid. 

The  name  anthraquinone  is  in  some  measure  incorrect,  for  this 
substance  lacks  some  of  the  properties  characteristic  of  quinones, 
such  as  being  easily  reduced,  great  volatility,  pungent  odour,  etc., 
and  has  much  more  the  character  of  a  diketone.  With  fused 
caustic  potash  it  yields  benzoic  acid,  and  with  hydroxy lamine  an 
oxime.  On  warming  with  zinc-dust  and  causticnsoda  solution,  it 
forms  oxanthranolf 

CHOH 

C6H4<^  yC6H4, 

CO 

which  in  alkaline  solution  is  converted  into  anthraquinone  by 
atmospheric  oxidation.  Oxanthranol  dissolves  in  alkalis,  yielding 
a  solution  of  a  deep  blood-red  colour. 
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This  property  of  ozanthranol  makes  its  formation  a  delicate  test 
for  anthraquinone.  It  is  effected  by  warming  the  substance  to  be 
tested  with  zinc-dust  and  caustic-soda  solution:  if  anthraquinone  is 
present,  a  blood-red  colouration  is  developed,  and  is  destroyed  by 
agitating  the  mixture  with  air. 

On  reduction  with  tin  and  hydrochloric  acid,  anthraquinone  is 
converted  into  anthranolf 

a  substance  of  weak  phenolic  character,  slightly  soluble  in  cold 
and  readily  in  boiling,  alkalis.  Its  formation  is  to  be  regarded  as 
resulting  from  the  elimination  of  water  from  an  intermediate 
product,  a  dihydric  alcohol: 

ro  CfHlOH  ^'C(OH) 


C6H4  <  pQ  >  C6H4  — >  C6H4  <  ^ 


>C6H4-->C6H4/    |>C6H4. 


Anthraquinone  Anthranol 

When  anthraquinone  is  more  strongly  reduced,  by  heating  with 
zinc-dust,  it  yields  anthracene. 

382.  Alizaririj  or  dihydroxyanthraquinone,  is  the  most  impor- 
tant derivative  of  anthraquinone,  and  is  a  dye  of  a  splendid  red 
colour.  It  was  formerly  manufactured  from  madder-root,  which 
contains  a  glucoside,  ruberythric  add,  C26H28O14.  WTien  boiled 
with  dilute  sulphuric  acid  or  hydrochloric  acid,  the  latter  yields 
dextrose  and  alizarin;  but  the  dye  is  now  prepared  almost  wholly 
by  a  synthetical  method.  It  is  one  of  the  organic  dyestuffs  known 
in  antiquity. 

In  preparing  alizarin,  the  anthracene  is  first  oxidized  to  anthra- 
quinone with  sodium  dichromate  and  sulphuric  acid.  Heating  with 
concentrated  sulphuric  acid  at  100°  converts  various  impurities 
into  sulphonic  acids,  the  anthraquinone  remaining  unclianged: 
on  dilution,  these  sulphonic  acids  dissolve,  so  that  pure  anthra- 
quinone is  left  after  filtering.  This  is  then  heated  to  160°  with 
fuming  sulphuric  acid  containing  50  per  cent,  of  sulphur  trioxide, 
the  main  product  being  the  monosulphonic  acid.     Its  sodium  salt 


510  ORGANIC  CHEMISTRY.  [§383 

IS  only  slightly  soluble  in  water,  and  separates  out  when  the  acid 
is  neutralized  with  sodium  carbonate.  On  fusing  with  sodium 
hydroxide,*  the  sulpho-group  is  replaced  by  hydrpxyl.  A  second 
hydroxyl-group  is  simultaneously  formed,  its  production  being  con- 
siderably facilitated  by  the  addition  to  the  reaction-mixture  of 
potassiiun  chlorate  as  an  oxidizing  agent: 

CeH4<^>C6H8-S03Na+3NaOH+0  - 

Sodium  aathr»quinoDe- 
monosulphonate 

=  CeH4<cS>C6H2(ONa)2+2H20+Na2S08. 


The  dye  is  liberated  from  the  sodium  salt  by  addition  of  an  acid. 

Alizarin  crystallizes  in  red  prisms,  and  sublimes  in  orange 
needles,  melting  at  289*^-290°.  It  is  almost  insoluble  in  water,  and 
slightly  soluble  in  alcohol.  On  account  of  its  phenolic  character, 
it  dissolves  in  alkalis.  It  yields  a  diacetate.  On  distillation  with 
zinc-dust,  it  is  converted  into  anthracene,  a  reaction  which  gave 
the  first  insight  into  the  constitution  of  alizarin. 

The  value  of  alizarin  as  a  dye  depends  upon  its  power  of  forming 
fine-coloured,  insoluble  compounds,  called  lakes,  with  metallic 
oxides.  When  a  fabric  is  mordanted  with  one  of  these  oxides,  it 
can  be  dyed  with  alizarin,  the  colour  depending  on  the  oxide  used. 
The  ferric-oxide  compound  of  alizarin  is  violet-black,  the  chromium- 
oxide  compound  claret-colour,  the  calcium-oxide  compound  blue, 
the  aluminium-oxide  and  tin-oxide  compounds  various  shades  of 
red  (Turkey-red),  and  so  on. 

383.  The  method  by  which  alizarin  is  prepared  proves  it  to  be  a 
derivative  of  anthraquinone,  but  the  positions  of  the  hydroxj^l- 
groups  have  still  to  be  determined.  The  formation  of  alizarin  when 
phthalic  anhydride  is  heated  at  150°  with  catechol  and  sulphuric 
acid  proves  that  both  are  in  the  same  benzene-nucleus;  and,  since 
the  hydroxyl-groups  in  catechol  occupy  the  o-position,  the  same 
must  be  true  of  alizarin: 

C6H4<QQ>0-|-C6H4<Qjj2  ~  C6H4<QQ>C6H2<Qjj2+H»^* 

Phthalio  anhydride  Catechol  Aluaria 
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It  follows  that  the  choice  lies  between  the  two  structural  formuls 

O      OH  O 

OH  /\y\/\OH 


and  II. 


OH 


The  result  of  nitration  proves  that  formula  I.  is  correct.  Two 
isomeric  mononitro-derivatives  are  obtained,  each  with  the  nitro- 
group  in  the  same  nucleus  as  the  hydroxyl-groups,  since  both  can 
be  oxidized  to  phthalic  acid.  Formula  I.  alone  admits  of  the  for- 
mation of  two  such  mononitro-derivatives,  and  must  therefore  be 
correct. 

Other  hydroxyl-derivatives  of  anthraquinone  are  also  dyes,  but 
only  when  two  hydroxyl-groups  are  in  the  o-position  to  one  another. 
In  addition,  derivatives  of  anthraquinone  containing  hydroxyl- 
groups  and  amino-groups,  or  only  amino-groups,  are  also  valuable 
dyes. 

m.  PHENANTHREHE,  C^Hio. 

384,  Phenanthrene  is  isomeric  with  anthracene,  and  is  present 
with  it  in  "anthracene-oil."  They  are  separated  by  the  method 
already  described  (379).  It  crystallizes  in  colourless,  lustrous 
plates,  which  dissolve  in  alcohol  more  readily  than  anthracene, 
yielding  a  blue  fluorescent  solution.  It  melts  at  96*^,  and  boils  at 
340°. 

On  oxidation  with  chromic  acid,  it  yields  first  phenanthro' 
quinane,  and  then  diphenic  acid  (365), 

o-Q. 

HOOC         COOH 

This  reaction  proves  that  phenanthrene  possesses  two  benzene- 
nuclei  directly  linked  to  one  another,  and  is  therefore  a  diphenyl- 
derivative,  and  also  a  di-ortho^ompound.  Diphenyl  with  two 
hydrogen  atoms  substituted,  — -C6H4.C6H4— ,  or  —  C12H8— ,  differs 
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from  phenanthrene  by  C2H2.    This  must  link  together  two  o-posi- 
tions,  so  that  phenanthrene  has  the  .constitution 


CH=CH 
/  \ 

O— <3 


or 


^^^\ 


7     5|  4      2 

Phenanthrene 


This  structure  finds  support  in  the  conversion  of  stilbene  into 
phenanthrene,  on  passing  its  vapour  through  a  red-hot  tube,  a 
method  of  formation  analogous  to  that  of  diphenyl  from  benzene 

(364): 

CH — C6H5  CH — C5H4 

11  -H2=||         I       . 

CH — CqHs  CH — C6H4 

Stilbene  Phenanthrene 

It  is  seen  from  the  constitutional  formula  that  the  group  CH  :CH, 
which  is  united  with  four  C-atoms  of  diphenyl,  thus  yields  a  fresh 
ring  of  six  C-atoms.  It  is  difficult  to  decide  whether  this  is  a  true 
benzene-ring  or  not:  if  it  is  not,  the  link  C2H2  must  be  assumed 
to  contain  a  double  bond.  On  the  one  hand,  the  ring  displays 
aromatic  properties:  for  example,  its  yiekling  phenanthraquinone, 
which  resembles  other  quinones  in  being  reduced  by  sulphurous 
acid  to  dihydroxy phenanthrene, 


C6H4— C— OH 

II        ; 

4— C— OH 


C6H4- 


the  existence  of  a  bromophenanthrene,  in  which  the  bromine  atom 
is  very  firmly  linked,  and  is  not  attacked  by  alcoholic  potash  at 
170®,  and  the  structure  of  which  is  proved  by  its  oxidation  to  phen- 
anthraquinone  to  be 

C6H4— CBr 


k 


I     9 
H4— CH 


and  the  fact  that  phenanthrene  is  not  acted  upon  by  von  Baeyer's 
reagent  for  double  bonds  (123):  all  point  to  the  aromatic  character 
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of  this  ring.  On  the  other  hand,  however,  the  group  C2H2  takes 
up  bromine  very  readily,  and  is  attacked  when  phenanthrene  is 
oxidized — reactions  characteristic  of  an  ordinary  unsaturated  group. 

C6H4— CO 
PhenarUhraquinone,     \  |    ,  is  a  yellow,  crystalline  sub- 

C6H4— CO 

stance,  melting  at  200^,  and  boiling  without  decomposition  above 
360**.  Its  diketonic  character  follows  from  its  yielding  di-deriva- 
tives  with  sodium  hydrogen  sulphite  and  with  hydroxylamine.  It 
18  odourless,  and  non-volatile  with  steam. 

IV.  FLUORAIVTHENE,  PYRENE,  AND  CHRYSENE. 

385.  Other  hydrocarbons  possessing  condensed  rings  and  a 
greater  number  of  carbon  atoms  are  also  known.  Among  them  are 
fiuararUhene,  CibH|o,  with  the  formula 


CH 


k 


jryrene,  C|cH,o,  mth  the  probable  formula 


■o- 


aad  chrysene,  Cw,  H,),  with  the  formula 

CH4— €H 

I  II    ■ 

CioHe  — CH 

These  compounds  are  present  in  the  coal-tar  fractions  coming  over 
above  360°,  and  also  in  a  peculiar  substance  called  "stubb-fat/ 
obtained  in  the  distillation  of  mercury-ores  from  Idria. 


HETEROCYCLIC    COMPOUNDS. 

386.  The  compounds  hitherto  considered  all  contain  a  ring  of 
carbon  atoms  only,  and  can  be  classed  together  as  hemocydic  com- 
pounds. It  is  mentioned  in  259  that  ring-systems  are  also  known 
possessing  not  only  carbon  atoms  but  also  those  of  other  elements. 
Substances  with  such  rings  are  classed  together  as  heterocyclic 
compounds.    A  few  of  them  and  their  derivatives  will  be  considered. 

I.   PTRIDIHE,  CiH,N. 

Pyridine  and  some  of  its  homologues  are  constituents  of  coal- 
tar.  On  mixing  the  *' light  oil"  (267)  with  sulphuric  acid,  they 
are  absorbed  by  the  latter,  and  separate  on  addition  of  sodium  car- 
bonate in  the  form  of  a  dark-brown,  basic  oil,  from  which  pyridine 
and  its  homologues  are  obtained  by  fractional  distillation.  Pre- 
pared by  this  method,  pyridine  is  never  quite  pure,  always  con- 
taining small  proportions  of  its  homologues. 

Another  source  of  pyridine  is  "Dippel's  oil,"  a  liquid  of  ex- 
tremely disagreeable  odour,  obtained  by  the  dry  distillation  of 
bones  which  have  not  been  deprived  of  their  fat.  It  is  a  very 
complicated  substance,  containing,  in  addition  to  the  pyridine 
bases  and  quinoline,  many  other  substances,  such  as  nitrites,  amines, 
and  hydrocarbons. 

Pyridine  is  a  colourless  liquid  boiling  at  115®,  and  with  a  specific 
gravity  of  1-0033  at  0^  It  is  miscible  with  water  in  all  propor- 
tions, and  has  a  weak  alkaline  reaction,  colouring  aqueous  solutions 
of  litmus  only  purple.  It  has  a  very  characteristic  odour,  reminis- 
cent of  tobacco-smoke.  It  is  very  stable,  being  unattacked  by 
boiling  nitric  acid  or  chromic  acid.  It  reacts  with  sulphuric  acid 
only  at  high  temperatures,  yielding  a  sulphonic  acid.  The  halogens 
have  very  slight  action  on  it.  On  very  energetic  reduction  with 
hydriodic  acid  at  300®,  it  yields  normal  pentane  and  ammonia. 

514 
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Being  a  base,  it  forms  salts  with  acids,  mostly  readily  soluble 
in  water. 

Pyridine  ferrocyanide  dissolves  with  difficulty,  and  is  employed 
in  the  purification  of  the  base.  With  platinum  chloride,  the  hydro- 
chloride yields  a  double  salt,  (C5H5N)jH2PtCl«,  freely  soluble  in 
water.  When  the  solution  is  boiled,  two  molecules  of  hydrochloric 
acid  are  eliminated,  with  production  of  a  yellow  compound, 
(CsH5N)3PtCl4,  which  is  only  slightly  soluble  in  water:  the  reaction 
afifords  a  delicate  test  for  pyridine. 

The  following  test  is  also  very  delicate.  On  warming  the  base 
with  methyl  iodide,  an  energetic  reaction  takes  place,  with  forma- 
tion of  an  addi tion-product,  C5H5N  •  CH9I.  When  warmed  with  solid 
potash,  this  compound  gives  off  a  very  pungent  and  disagreeable 
odour. 

387.  Many  methods  for  the  synthesis  of  pyridine  and  its  homo- 
logues  are  known,  although  but  few  of  them  afford  insight  into  its 
constitution.  Among  them  is  the  formation  of  pyridine  from 
quinoline  (395)  and  pentamethylenediamine  (162).  When  penta- 
methylenediamine  hydrochloride  is  submitted  to  dry  distillation^ 
jnperidinef  or  hexahydropyridine,  is  produced,  and  can  be  oxidized 
to  pyridine  by  heating  with  sulphuric  acid: 

H 
^CH2-CH2-NH|H-HC1  XHr-CHav  JCCB 

CH2<:  |~        -^CH2<  >NH->HC<    >N. 

^CH2-CH2|NH2  XJH2— CH2^  ^C.CH 

Pentamethylenediamine  FSperidino  TT 

hydrochloride  ^^^^ 

Another  method  of  preparing  p5rridine,  which  is  carried  out  at 
low  temperatures  and,  therefore,  affords  even  more  trustworthy 
evidence  of  its  constitution,  is  from  e-chloroamylamine.  When  an 
aqueous  solution  of  this  substance  is  heated  on  a  water-bath  for 
some  time,  it  is  transformed  into  the  hydrochloride  of  piperidine: 

cH.<?g:zgsj:SH.-^^^^<cH:=?S:>NH.Hc.. 

•-Chloroam  ylamine 

c-Chloroamylamine  was  thus  obtained  by  Gabribl.     r-Chloro- 
*  propylphenyl  ether,  obtained  from  chlorotrimethylene  bromide  and 
sodium  phenoxide,  reacts  thus  with  diethyl  monosodiomalonate : 

GiHsO-CHj-CHj.CHjCl  +  NaCH(COOC2H5)2  - 

-  c;h50-ch2.ch,.ch,-ch(cooc,H5)j. 
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Od  saponification  of  this  ester,  and  subsequent  heating  of  the  acid 
obtained,  one  molecule  of  carbon  dioxide  is  eliminated,  with  forma- 
tion of  ^-phenoxy valeric  acid,  Q,H50'(CH2)rCOOH.  When  this 
acid  is  heated  with  lead  thiocyanate,  it  is  converted  into  the  corre- 
sponding nitrile,  GbH50*(CH2)4*CN,  which  is  reduced  by  sodium  and 
alcohol  to  f-phenoxyamylamine,  C6H50-(CH2)5-NH2.  On  heating 
with  hydrochloric  acid,  the  phenoxyl-group  in  this  amine  is  replaced 
by  chlorine. 

The  converse  of  these  S3aitheses  is  the  decomposition  of  piperi- 
dine,  discovered  by  von  Braun.  On  treatment  of  hemaylpiperidine, 
CgHioN'COCoHs,  with  phosphorus  pentabromide,  PBrs,  the  oxygen 
is  replaced  by  two  bromine  atoms.  Distillation  converts  this 
dibromo*derivative  into  pentamethylene  dibramide  and  benzonitrile: 

vCHj-CHjv  XH,-CH2-Br 

CH2<  >N-CBr2.C8H5  -  CHj(;  +NC-C8H5. 

^CHj-CHj^  ^CHi-CHj-Br 

A  practical  method  is  thus  afforded  of  preparing  pentamethylene 
dibromide,  a  substance  of  importance  in  various  syntheses. 

Since  pyridine  is  reduced  to  piperidine  by  sodium  and  alcohol, 
and  piperidine  can  be  oxidized  to  pyridine,  it  may  be  assumed  that 
.  pyridine  has  the  same  closed  chain  as  piperidine;  that  is,  one  of 
five  Oatoms  and  one  N-atom.  Moreover,  it  can  be  proved  that 
the  N-atom  in  pyridine  is  not  linked  to  hydrogen;  for,  while  piperi- 
dine possesses  the  character  of  a  secondary  amine,  yielding  a  nitroeo- 
derivative,  for  example,  pyridine  has  that  of  a  tertiary  amine;  thus, 
it  yields  an  addition-product  with  methyl  iodide  (386),  and  the 
iodine  atom  in  this  substance,  like  that  in  other  ammonium  iodides, 
can  be  exchanged  for  hydroxyl  by  means  of  moist  silver  oxide. 

The  number  of  isomeric  substitution-products,  like  that  of  ben- 
zene (263),  indicates  that  each  carbon  atom  is  in  union  with  one 
hydrogen  atom.    A  substance  of  the  formula 

N 
a' 


or 


^ 


should     yieW     three     monosubstitution-products,     2(a)«6(aO, 
3(yj)=5(^'),   and   4{y),    Moreover,   for  similar  substituents,  six 
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disubstitution-productfi  are  possible:  2:3  »  6:5;  3:4  «=  5:4; 
2:4  =  6:4;  2:6,  3:5,  and  2:5  =  6:3.  This  view  agrees  with  the 
results  of  experiment.  The  mode  of  linking  of  three  out  of  the 
four  valences  of  each  carbon  atom  is  thus  established,  and  that  of 
two  of  the  three  nitrogen  valences:  it  remains  only  to  determine 
how  the  fourth  valence  of  each  carbon  atom  and  the  third  valence 
of  the  nitrogen  atom  are  distributed  in  the  molecule. 

The  marked  analogy  between  benzene  and  pyridine  leads  to  the 
assumption  of  analogous  formulas  for  both  (263).  The  great  stabil- 
ity of  pyridine  towards  energetic  chemical  reagents  proves  that  it 
does  not  possess  double  linkings.  Only  the  side-chains  of  both 
compounds  are  attacked  by  oxidizing  agents:  with  sulphuric  acid, 
both  yield  sulphonic  acids,  which  are  converted  by  fusion  with 
caustic  potash  into  hydroxyl-derivatives,  and  by  heating  with 
potassium  cyanide  into  cyanides.  The  hydroxyl-derivatives  of 
pyridine  have  a  phenolic  character:  they  yield  characteristic  colour- 
ations with  ferric  chloride.  Pyridine  must,  therefore,  be  regarded 
as  benzene  with  one  of  its  CH-groups  replaced  by  a  N-atom. 

Notwithstanding  these  analogies,  there  are  great  differences  in 
the  behaviour  of  benzene  and  p3rridine,  one  being  that  pyridine  does 
not  admit  of  nitration. 

The  principle  of  the  orientation  of  pjrridine  is  the  same  as  that 
of  benzene — conversion  of  a  compound  of  unknown  structure  into 
one  with  its  side-chains  in  known  positions.  The  monocarboxylic 
acids  and  dicarboxylic  acids  have  served  as  the  main  basis  for  its 
orientation.  The  method  of  ascertaining  the  positions  occupied  by 
the  carboxyl-groups  in  these  compounds  is  described  in  390, 


Homologues  of  Pyridine. 

388.  The  homologues  of  pyridine  are  the  melhylpyridines  or 
jncolineSj  dimethylpyridinea  or  hdidineSf  and  trimethylpyridines  or 
-coUidines.  Many  of  them  can  be  obtained  by  more  or  less  complex 
methods:  thus,  ^-picoline  is  formed  by  the  distillation  of  acrolein- 
ammonla  (147),  and  coUidine  by  the  .distillation  of  crotonaldehyde- 
ammonia.  The  formation  of  p)rridine  and  its  homologues  by  the 
dry  distillation  of  bones  depends  upon  these  reactions:  under  the 
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influence  of  heat,  the  fat  present  yields  acrolein,  which  reacts  with 
the  ammonia  resulting  from  th^  heating  of  the  proteids,  fonning 
pyridine  bases. 

Hantzsch  has  discovered  an  important  synthesis  of  pyridine 
derivatives— the  condensation  of  one  molecule  of  aldehyde-ammonia 
with  two  molecules  of  ethyl  aceteacetate: 

CHs 

OCH 
PiHjO-OC-CHa         CHj.OO-OCjHj 

CHs-CO  CO-CH, 

HNH, 

CHs 

CHjOOC-C  C-COOCH, 

II  II  +8H,0. 

CH,C  C-CH, 

\N/ 
H 

Diethyl  dihydrocollidinedioarboxylate 

On  oxidation  with  nitrous  acid,  this  substance  loses  two  H-atoms, 
one  from  the  CH-group  and  one  from  the  NH-group,  with  forma- 
tion of  ethyl  coUidinedicarhoxylate.  On  saponification  with  caustic 
potash,  and  subsequent  heating  of  the  potassium  salt  with  quick- 
lime, the  carboxyl-groups  are  eliminated,  and  coUidine, 

CH, 


CHsk^'CH, 

N 
distils. 

In  this  synthesis  acetaldehyde  may  be  replaced  by  other  alde- 
hydes, and  ethyl  acetoacetate  by  the  esters  of  other  ^ff-ketonic  acids, 
so  that  it  affords  a  method  of  preparing  numerous  pyridine  deriva- 
tives. 

Some  of  the  homologues  of  pyridine  can  be  obtained  from  it  by 
the  action  of  an  alkyl  iodide,  an  addition-product  being  formed. 
On  heating  this  compound  to  300°,  the  alkyl-group  becomes  de- 
tached from  the  nitrogen  atom  and  linked  to  a  carbon  atom,  a 
reaction  analogous  to  the  formation  of  toluidine  by  heating  methyl- 
aniline  hydrochloride  to  a  high  temperature  (285). 
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a-AUylpyridine  is  of  theoretical  importance.  Ladenburo  ob- 
tained it  by  the  condensation  of  a-picoline  with  acetaldehyde: 

NC5H4.CH8+OCH-CH3  «  NC5H4.CH:CH.CH3+H20. 

a-Piooline  Aostaldehyda  A-Allylpyridine 

By  its  aid  he  effected  the  first  synthesis  of  a  natural  alkaloid,  that 
of  coniine,  CgHijN  (403) .  a-AUylpyridine  was  reduced  with  sodium 
and  boiling  alcohol,  yielding  a-propylpiperidinef 

H2 

H2'v     JH»CH2'CB[2*CB[8' 
NH 

which  differs  only  from  natural,  optically  active  coniine  in  being 
optically  inactive.  This  substance  was  resolved  into  a  dextro- 
rotatory and  a  laevo-rotatory  modification  by  fractional  crystalliza- 
tion of  its  tartrate,  the  dextro-rotatory  isomeride  being  identical 
with  natural  coniine. 

The  constitutional  formula  of  a-propylpiperidine  indicates  that 
the  carbon  atom  in  union  with  the  propyl-group  is  asymmetric. 
T'-Propylpiperidine  does  not  contain  an  asymmetric  carbon  atom, 
and  should  therefore  be  optically  inactive.  The  side-chain  cannot 
be  at  the  ^-position,  for  coniine  yields  ammonia  and  normal 
octane  when  strongly  heated  with  hydriodic  acid.  Thus  treated,  a 
/9-propylpiperidine  or  /'-propylpiperidine  must  yield  an  octane  with 
a  branched  carbon-chain,  which  proves  that  coniine  is  an  a-com- 
XX)und. 

Piperidine  is  present  in  pepper  in  combination  as  piperine, 
CnH^OsN.  On  boiling  with  alkalis,  it  yelds  piperic  acidy  CuHioO^, 
and  piperidine,  by  addition  of  one  molecule  of  water.  Piperine 
must,  therefore,  be  a  substituted  amide  of  piperic  acid,  containing  the 
piperidine-residue,  CjHjoN — ,  instead  of  the  NH2-group: 

CfiHioN— CijHgO,. 

Piperidine  is  a  colourless  liquid,  boiling  at  106^,  with  a  charac- 
teristic pepper-like  odour  and  strongly-marked  basic  properties  (162). 
It  is  best  obtained  by  the  electro-reduction  of  pyridine. 
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Pjrridinecarbozylic  Acids. 
389,  Three  pyridinemonocarboxylic  acids  axe  known*. 


N 

N 

N 

'^COOH 

(    ^COOH' 

and        r     J. 

Pieolinio  add  (a) 

Nicotinic  acid  (.3) 

COOH 

iioNicotinic  acid  (r) 

The  orientation  of  the  carboxyl-groups  in  these  acids  can  be  carried 
out  as  follows.  It  is  stated  in  388  that  the  side-chain  in  eonime 
occupies  the  a-position.  On  oxidation,  this  substance  yields  pico- 
linic  acid,  by  conversion  of  the  propyl-group  into  a  carboxyl-group, 
and  elimination  of  the  six  added  hydrogen  atoms.  Picolinic  acid 
is  therefore  the  a-carboxylic  acid. 

Nicotinic  acid  is  proved  to  have  the  ^-constitution  thus.    Quino- 
line  (395)  has  the  formula 


It  is  naphthalene  with  one  of  the  a-CH-groups  replaced  by  N.  On 
oxidation,  quinoline  yiplds  a  pyridinedicarboxylic  acid,  quinolinic 
dcid,  which  must  therefore  have  the  structure 

N 

r^cooH 


u 


COOH 


On  heating  this  acid,  one  molecule  of  carbon  didxide  is  eliminated, 
with  formation  of  nicotinic  acid.  Since  the  carboxyl-group  in 
picolinic  acid  has  been  proved  to  occupy  the  a-position,  nicotinic 
acid  must  be  the  ^-acid.  There  remains  only  the  T'-structure  for 
isonicotinic  acid. 

The  pyridinemonocarboxylic  acids  are  formed  by  the  oxidation 


f  §  390, 391]  FURAN.  521 

of  the  homologues  of  p)aidine  containing  a  side-chain.  Nicotinic 
acid  derives  its  name  from  its  formation  by  the  oxidation  of  nico- 
tine. The  monocarboxylic  acids  are  crystalline,  and  possess  both 
a  basic  and  an  acidic  character.  As  bases,  they  yield  salts  with 
acids,  and  double  salts  with  platinum  chloride  and  mercuric  chloride, 
etc.  As  acids,  they  form  salts  with  bases,  the  copper  salts  being 
often  employed  in  their  separation. 

Picolinic  acid  can  be  distinguished  from  its  isomerides  by  two 
properties:  on  heating,  it  loses  CO2  more  readily,  with  formation  of 
pyridine;  and  it  gives  a  yellowish-red  colouration  with  ferrous 
sulphate.  Quinolinic  acid  answers  to  the  same  tests:  it  may,  there- 
fore^  be  concluded  that  they  are  applicable  to  acids  with  a  carboxyl- 
group  in  the  a-position. 

390,  Pyridine  may  be  regarded  as  derived  from  benzene  by 
replacement  of  one  CH-group  by  N.  Other  closed-chain  com- 
pounds are  known,  derived  from  benzene  by  replacement  of  two 
CH-groups  by  O,  NH,  or  S,  respectively.  Such  are  furan  (or  /wr- 
furan),  C4H4O;  pyrrole,  C4H5N;  and  thiophen,  C4H4S. 

n.    FURAH,*  C4H46. 

391.  Furan,  C4H4O,  B.P.  36®,  is  of  little  importance,  but  two 
of  its  substitution-products  must  be  considered  in  some  detail. 

To  furan  is  assigned  the  ring-formula 


'^The  Chemical  Societt  of  London  adopts  the  name  furan  for  the 
O 


Q' 


simple  ring  ,  the  correspoDding  radical  being  furyL    The  double  syl- 

lable furfur  ...  is  reserved  for  derivatives  with  a  side-chain,  containing  the 
O 

ring    Pl"^. 
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This  formula  is  supported  by  the  resemblance  in  properties  between 
some  of  its  derivatives,  such  as  furfuraJdehyde  (furfural  or  furfvrdU)^ 

G4H30*Cq,  and  the  corresponding  benzene  derivativeB.  More- 
over, the  0-atom  can  be  proved  to  be  linked  similarly  to  that  of 
ethylene  oxide  (156),  for  on  treatment  with  sodium,  furan  does  not 
evolve  hydrogen,  proving  the  absence  of  a  hydroxyl-group;  and  it 
does  not  react  hydroxylamine  or  phenylhydrazine,  indicating  that 
it  has  no  carbonyl-group. 

Furan  derivatives  can  be  obtained  from  the  l:4-diketone8, 
Il-CO«CH2«CH2-CO«R,  by  treatment  with  dehydrating  agents, 
such  as  acetyl  chloride.  This  reaction  may  be  regarded  as  the 
result  of  the  conversion  of  the  diketone  into  an  unstable,  tauto- 
meric form,  R«C:CH-CH:C-R,  which  loses  water: 

OH  OH 


HC=0^ 


This  method  yields  2:5-furan  derivatives,  the  Oatoms  in  furan 
being  denoted  as  in  the  scheme 


0 

a' 

0 

a 

t  *. 

or 

? 

This  S3mthesis  of  furan  derivatives  is  likewise  a  proof  of  their 
constitution. 

The  most  important  derivatives  of  furan  are  fwrfwraldehyde 

XT 

C4H30-Cq,  and  pyromucic  acidf  C4H30-OOOH:  both  have  long 

been  known. 

Furfuraldehyde  is  prepared  from  pentoses  by  the  method  men- 
tioned in  211.  It  has  the  character  of  an  aromatic  aldehyde:  like 
benzaldehyde  (299),  it  is  converted  by  alcoholic  potash  into  the 


I 
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corresponding  acid,  pyromucic  acid,  and  the  corresponding  alcohol, 
fxtrfwryl  alcohol,  C4H8O.CH2OH: 


i^cooH  "*"  I  y 


JCH2OH. 

O  "b 

Forfuraldehyde  Pyromucic  add  Furfury]  alcohol 

With  ammonia  it  yields  furfuramide,  (C5H40)8N2,  analogous  in 
composition  to  hydrobenzamide  (299).  Just  as  benzaldehyde  con- 
denses in  presence  of  potassium  cyanide  to  benzoin  (368),  furfur- 
aldehyde  under  the  same  conditions  yields  the  similarly  constituted 
H 

furfuroln,  C4H80-C- CO -041180.    The  resemblance  in  properties 

OH 
between  the  two  compounds  is,  therefore,  very  striking. 

Furfuraldehyde  is  proved  to  have  the  2-structure  by  various 
means:  for  example,  by  its  formation  from  pentoses  (211),  a  reac- 
tion which  may  be  represented  by  the  scheme: 


IHO     H 

I I 


6H-6HqjH  CH=CH 

CH-C^OH     ^   CH=C<;    , 


I I 


@T! 


NCH  CH 


Pentoae  Furfuraldehyde 

Furfuraldehyde  thus  results  from  the  elimination  of  three  molecules 
of  water  under  the  influence  of  hydrochloric  acid  or  sulphuric  acid. 
It  is  a  colourless,  oily  liquid  of  agreeable  odour,  and  boils  at  162®. 
A  test  for  it  is  described  in  2xz. 

As  its  name  indicates,  pyromucic  acid  is  formed  by  the  dry  dis- 
tillation of  mucic  acid  (212,  6).  It  can  also  be  obtained  by  oxidiz- 
ing furfuraldehyde  with  silver  oxide.  It  is  crystalline,  melts  at  132®, 
can  be  readily  sublimed,  and  dissolves  freely  in  hot  water.  When 
heated  at  275®  in  a  sealed  tube,  it  yields  carbon  dioxide  and  furan. 
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P)n'omucic  acid  wholly  lacks  the  character  of  an  aromatic  com- 
pound: its  properties  in  no  way  resemble  those  of  benzoic  acid,  but 
are  like  those  of  the  unsaturated  aliphatic  acids.  Thus,  it  easily 
undergoes  oxidation:  it  almost  instantaneously  decolourizes  von 
Baeyer's  reagent  (123),  and  readily  adds  four  bromine  atoms. 
Hence,  the  distinguishing  characteristics  of  the  benzene-nucleus  are 
absent;  so  that  the  formula 

HC=CH 

I     >o 

HC=C 


COOI 


with  two  double  bonds,  must  be  assigned  to  it. 


ni.     PYRROLE,  C^HbN. 

393.  Pyrrole  is  the  most  important  of  the  heterocyclic  com- 
pounds with  a  ring  of  five  atoms.  Several  natural  products  con- 
taining the  pyrrole-nucleus  are  known:  examples  are  the  colouring- 
matter  of  blood;  chlorophyll;  and  certain  alkaloids,  among  them 
nicotine.  Pyrrole  derivatives  have  also  been  found  among  the 
decomposition-products  of  proteids.  Pyrrole  is  a  constituent  of 
*'  Dippel's  oil  "  (386).  The  fraction  of  this  oil  which  distils  between 
120**  and  130®  is  employed  in  the  preparation  of  pyrrole.  After 
removal  of  the  pyridine  bases  by  treatment  with  dilute  sulphuric 
acid,  and  of  the  nitriles  by  boiling  with  sodium  carbonate,  the  frac- 
tion is  dried,  and  treated  with  potassium.  Potassiopyrrole,  C4II4NK, 
is  formed,  and  can  be  purified  by  washing  with  ether.  It  is  recon- 
verted into  pjoTole  by  the  action  of  water. 

Pyrrole  is  a  colourless  liquid,  specifically  somewhat  lighter  than 
water,  and  boiling  at  131°.  On  exposure  to  light,  it  soon  acquire? 
a  brown  colour.  The  vapours  of  pyrrole  and  its  derivatives  impart 
a  carmine-red  colour  to  a  wood-shaving  moistened  with  hydro- 
chloric acid,  due  to  the  formation  of  an  amorphous  substance, 
"p>Trole-red."  This  reaction  furnishes  a  delicate  test  for  p3rrrole 
and  its  derivatives* 

Pyrrole  can  be  synthesized  by  several  methods:  for  example, 
by  the  interaction  of  succindialdehyde  and  ammonia: 
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CHz-C^  +  NHs      CH2-CH  <  gg^ 

CHa-cg  +  NHs  ~  CH2-CH<gg«  * 

CH=CHv 
-  I  >NH+NH8+2H20. 

CH=CH/ 

Pyrrole 

Its  homologues  can  be  obtained  by  the  action  of  ammonia  upon 
l:4-diketones: 


^-—Cv  7=\ 


HC=C<,7r77— 51  HC=c/ 


R 


^R 


OH  ,  H 
OH'^H 


NH  -   I  ^NH+2H20. 

"  \r 

1 : 4-Diketone  «o'-Pyrrole 

(tautomeric  form) 

The  nomenclature  of  the  pyrrole  derivatives  is  indicated  in  the 
scheme 

NH  NH 

/\ 


6       2 


or 


ff\ 1/3 


This  structure  is  inferred  from  the  foregoing  83mthese6  and  other^ 
wise.  The  basic  properties  which  should  be  characteristic  of  a 
substance  with  the  formula  of  pyrrole  are  masked  by  the  resinifying 
action  of  acids.  As  a  result  of  this  influence,  no  sulpho-acids  have 
been  obtained,  and  nitro-derivatives  only  by  an  indirect  method. 

Among  the  properties  of  pyrrole  indicating  its  relation  to  the 
aromatic  compounds  is  its  behaviour  with  halogens:  unlike  an  ali- 
phatic unsaturated  compound,  it  yields  substitution-products,  but 
not  addition-products.  The  analogy  in  properties  between  pyrrole 
and  aniline,  and  especially  phenol,  is  very  marked.  The  transfor- 
mation of  }i'inethylpyrrol€  into  a-methylpyrrole  under  the  influence 
of  heat  resembles  the  conversion  of  methylaniline  into  toluidine: 

C4H4N.CH3  ->C4H3(CH3).NH. 

^-Methylpyrrolo  a-Methylpyrrole 

Just  as  sodium  phenoxide  is  converted  by  carbon  dioxide  into  sali- 
cylic   acid   (342),  so    potassiop3aTole   and  carbon  dioxide    yiekl 
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a-pyrrolecarboxylic  acid.    Like  phenol,  pyrrole  unites  with  benzene- 
diazonium  chloride,  with  elimination  of  hydrochloric  acid  (302). 

When  pyrrole  is  treated  with  chloroform  in  presence  of  sodium 
alkoxide,  a  notable  reaction  ensues.  The  C-atom  of  the  chloroform 
takes  up  a  position  between  two  of  the  C-atoms  of  the  pyrrole- 
nucleus,  forming  ^-cfUoropyridine: 

NH  N 

/\ 

+  CHCI3- 


Pyrrole  ;9-Chlorop3rridine 


On  reduction  with  zinc-dust  and  cold  hydrochloric  acid,  pyrrole 
takes  up  two  hydrogen  atoms,  forming  dihydropyrrole,*  C4H7N, 
which  boils  at  91°.  Like  the  partial  reduction-products  of  aromatic 
compounds,  dihydropyrrole  behaves  as  an  unsaturated  compound, 
another  indication  of  the  aromatic  character  of  pyrrole. 

IV.  THIOPHEN,  C4H4S. 

393.  Thiophen  has  the  most  aromatic  character  of  the  com- 
pounds mentioned  at  the  beginning  of  391. 

It  is  present  in  the  crude  benzene  obtained  from  coal-tar  (267) 
to  the  extent  of  about  0-5  per  cent.:  its  homologues,  thiotolen  or 
methylthiophen,  and  ihioxen  or  dimethylthiophen,  are  contained  in 
toluene  and  xylene  from  the  same  source. 

Thiophen  was  first  obtained  by  Victor  ]Meyer  by  agitating 
coal-tar  benzene  with  small  amounts  of  concentrated  sulphuric 
acid  till  it  ceased  to  give  the  indophenin'recLction,  a  blue  colouration 
with  isatin  (398)  and  concentrated  sulphuric  acid.  By  this  treat- 
ment the  thiophen  is  converted  into  a  sulphonic  acid,  from  which 
it  can  be  regenerated  by  the  action  of  superheated  steam. 

'A  better  method  for  the  separation  of  benzene  and  thiophen 
is  to  boil  the  crude  benzene  with  mercuric  oxide  and  acetic  acid. 
The  thiophen  is  precipitated  as  thiophen  mercury  oxyacetaie, 
C.HsSdlgOOC-CHJ-HgOH,  which  is  reconverted  into  thiophen  by 
distillation  with  moderately  concentrated  hydrochloric  acid. 

*  The  Chemical  Society  of  London  employs  the  name  dihydropyrrole 
for  the  compound  C^H^N,  and  tetrahydropyrrole  for  C^H^N.  In  the  nomen- 
clatureof  the  German  Chemical  Society  the  corresponding  terms  are  pyrr<din 
and  pyrrolidin. 
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Thiophen  can  be  synthesized  by  various  methods,  the  mcst 
important  being  the  interaction  of  succinic  acid  and  phosphorus 
pentasulphide.  On  heating  a  mixture  of  these  substances,  a  vigor- 
ous reaction  ensues,  carbon  disulphide  is  evolved,  and  a  liquid,  con- 
sisting chiefly  of  thiophen,  distib. 

It  is  a  colourless  liquid,  boiling  at  84**,  a  temperature  which 
differs  little  from  the  boiling-point  of  benzene  (80 •4°).  It  has  a 
faint,  non-characteristic  odour.  It  is  heavier  than  water,  its  specific 
gravity  being  1  -062  at  23^. 

Bromine  reacts  energetically  with  thiophen,  forming  chiefly 
dibroTnothiophen,  C4H2Br2S,  along  with  a  small  proportion  of  the 
monobromo-derivative. 

The  notation  of  thiophen  derivatives  is  indicated  by  the  schemes 

S  S 


6        2 


/? 


and 

^'- 

The  homologues  of  thiophen  can  be  obtained  by  Fittig's  syn- 
thesis (268)  and  by  other  methods:  for  instance,  by  heating  1:4- 
diketones  with  phosphorus  pentasulphide,  a  mode  of  synthesis 
which  proves  the  constitution  of  the  thiophen  homologues.  Thus, 
acetonylacetone  yields  dimethylthiophen: 

•CH3  QTT 

AoetODylacetone  aa'-Dimethylthiophen 

(tautomeric  form) 

2:5-Dialkylthiophens  are  obtained  from  l:4-dike tones:  the 
3:4-alkyl-compounds  can  be  prepared  by  another  method.  As 
stated,  thiophen  results  from  the  interaction  of  succinic  acid  and 
phosphorus  pentasulphide: 

H 
H2C— COOH  HC— Cv 

I  -.        I       >S. 

H2C-COOH  HC-C-^ 

H 

Succinic  acid  Thiophen 
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Similarly,  a  monoalkylsuccinic  and  symmetrical  dialkylsuccioic 
acid  respectively  yield  a  /}-alkylthiophen  and  a  j9;9'-alkylthiophen : 

CH3.CH— COOH  CHs-C-CH 

I  -»  I      >S. 

CH3.CH— COOH  CH3C-CH 

Symmetrical  dimethyl-  3 : 4-Dimethyl- 

succinic  acid  thiopheo 

The  known  structure  of  these  compounds  can  be  employed  as 
a  basis  for  the  orientation  of  the  derivatives  of  thiophen. 

When  a  cold  aqueous  solution  of  the  two  monocarboxylic  acids, 
24hiophencarboxylic  add  and  S4hiophencarboxylic  acid, 

S  S 


/NcOOH      and      /\ 

1  ■       1  L    ■   .!i 


COOH 

is  crystallized  slowly,  there  is  formed  a  mixture  which  cannot  be 
resolved  into  its  components.  On  oxidizing  a  mixture  of  2-thio- 
tolen  and  3-thiotolen,  an  apparently  homogeneous  acid  is  obtained: 
from  its  method  of  formation,  however,  it  can  only  be  a  mixture 
of  the  corresponding  acids. 

Thiophenketones  are  prepared  by  Friedel  and  Crafts'  reaction 
(268):  thus,  acetothienone  or  2'thiBnylmethylket{me,  C4H3S-COCH8, 
is  obtained  from  acetyl  chloride,  thiophen,  and  aluminium  chloride. 
These  ketones  are  readily  oxidized  to  thiophencarboxylic  acids,  a 
good  method  of  preparing  these  compounds. 

A  thiophensvlphonic  acid  is  also  known:  it  is  more  easily  formed 
than  benzenes ulphonic  acid,  which  is  the  basis  of  Victor  Meyer's 
method  of  separating  thiophen  and  benzene.  On  distillation  with 
potassium  cyanide,  it  forms  the  corresponding  nitrile;  but  the 
Bulpho-group  is  not  exchanged  for  hydroxyl  by  fusion  with  caustic 
potash.  It  is  possible,  however,  to  obtain  a  thiophenphenol  by  the 
interaction  of  aminothiophen  hydrochloride  and  nitrous  acid,  which 

yields  a  nitrated  hydroxyl-derivative,  C4H2S<qtt^.  This  com- 
pound greatly  resembles  p-nitrophenol;  thus,  it  dissolves  in  alkalis, 
yielding  a  solution  of  yellow  colour. 

On  volatilizing  thiophen  in  a  current  of  air,  and  passing  the 
resulting  gaseous  mixture  into  carefully  cooled,  fuming  nitric  acid, 
the  principal  product  is  dinitrothiophen,  although  mmumitrothiophen 
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is  also  formed.  The  mononitro-compound  is  a  solid,  melting  at  44^, 
and  boiling  at  224^:  it  has  an  odour  like  that  of  nitrobenzene.  On 
reduction,  it  yields  aminoihioj^ien,  or  thiophenine,  which  differs  from 
aniline  in  being  very  unstable:  it  changes  quickly  to  a  varnish-like 
mass,  but  its  hydrochloride  is  stable.  It  does  not  yield  diazo-com- 
pounds,  but  reacts  with  benzenediazonium  chloride,  forming  a 
crystalline,  orange  dye: 

Many  other  thiophen  derivatives  have  been  obtained,  chiefly 
through  the  researches  of  Victor  Meyer.  The  examples  cited 
suffice  to  indicate  the  great  analogy  subsisting  between  the  prop- 
erties of  thiophen  and  those  of  benzene. 

V.    PYRAZOLE,  C8H4N,. 

394.  Pyrazole  is  formed  in  several  reactions,  one  of  them  being 
the  combination  of  hydrazine  with  propargylacetal  (148): 

CH=C.CH(OC2H5)2  +  H2N-NH2  « 

Propargylaoetal 

-  CH=CCH=:N-NH2+2C2H50H; 

Intermediate  product 
(not  isolated) 

C— CH  CH— CH 

CH  /^     ^    CHv    y^' 
NH2  \NH 

Intermediate  Pyrasole 

product 

This  synthesis  proves  that  p3rrazole  has  the  formula  indicated, 
80  that  it  may  be  regarded  as  pyrrole  in  which  one  of  the  CH-groups 
has  been  replaced  by  N. 

It  is  crystalline,  melts  at  70®,  and  is  very  stable.  It  is  only  a 
weak  base,  for  its  aqueous  solution  has  a  neutral  reaction. 

Pyrazole  itself  does  not  yield  important  derivatives,  but  such 
are  obtained  from  a  dihydride,  pyrazoline,  C3H6N2,  formed  by  the 
action  of  hydrazine  hydrate  on  acrolein.  This  substance  has  the 
formula 

NH 

H2C    N  .      • 

Ml 
H2C-CH 
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Bromine  converts  it  into  pyrazole.    A  ketonic  derivative  of  pyra- 
zoline,  called  pyrazolone,  has  the  formula 


NH 

OC 

I      .. 
HjsC-CH 


^\. 


Substitution-products  of  it  are  obtained  by  the  interaction  of 
ethyl  acetoacetate  and  phenylhydrazine: 


CHa-CfO  iniN  CH8-C=Nv 

' + ^1        ->  I  >N.C6H5. 


/' 


HaC— OO^IOCgHft      HlNCgHs         H2C— CO' 

Meihylphenylpyrazolone  is  thus  formed.  Methylphenylhydrazine, 
CeHg-NH-NH'CHa,  condenses  similarly  with  ethyl  acetoacetate, 
yielding  a  dimethylphenylpyrazolone  of  the  formula 

CHs-C— NCCHa) 
II      >N.C6H5. 
HC-CO 

This  is  antipyrine,  C11H12ON2,  discovered  by  Knorr,  and  exten- 
sively employed  in  medicine  as  a  febrifuge.  It  crystallizes  in  white 
leaflets  melting  at  113°.  It  cannot  be  distilled  without  i^i^dergoing 
decomposition.  It  is  readily  soluble  in  water  and  alcohol:  the 
aqueous  solution  gives  a  red  colouration  with  ferric  chloride,  and  a 
bluish-green  colouration  with  nitrous  acid. 

Many  other  ring-compounds  are  known,  containing  rings  of  six, 
as  well  as  of  &ve  atoms,  but  they  are  beyond  the  scope  of  this  book. 


CONDENSATION-PRODUCTS  OF  BENZENE  AND 
HETEROCYCLIC  NUCLEI. 

395.  Only  three  of  the  condensation-products  of  benzene  and 
heterocyclic  nuclei  will  be  described:  quinolinCy  laoquinoline,  and 
indok.  The  first  two  are  related  to  the  alkaloids,  and  the  last  is 
important  on  account  of  its  connection  with  indigo. 

I.    QUINOLINE,  CgHyN. 

Quinoline  is  present  in  coal-tar  and  bone-oil,  but  is  difficult  to 
obtain  pure  from  these  sources.  It  is  usually  prepared  by  Skraup's 
synthesis,  described  below.  It  is  a  colourless,  highly  refractive 
liquid  of  characteristic  odour:  it  boils  at  236°,  and  has  a  specific 
gravity  of  1  •  1081  at  0°.  It  has  the  character  of  a  tertiary  base,  so 
that  it  possesses  no  hydrogen  linked  to  nitrogen.  It  yields  salts 
with  acids:  the  dichromate,  (C9H7N)2H2Cr207,  dissolves  with  diffi- 
culty in  water. 

Quinoline  can  be  synthesized  by  various  methods  which  prove 
its  constitution.  Its  synthesis  was  first  effected  by  Konigs,  by 
passing  allylaniline- vapour  over  red-hot  oxide  of  lead: 

H     NH 
H./N/\CH2 


H      CH2 

AUvlaniline 

Skraup's  synthesis  consists  in  heating  together  aniline,  glycerol,, 
sulphuric  acid,  and  nitrobenzene.  In  presence  of  sulphuric  acid  as  a 
dehydrating  agent,  the  glycerol  loses  water,  forming  acrolein,  which 
unites  with  the  aniline  to  acroleinaniline,  C6H6«N:CH'CH:CH2. 
In  Konigs'  synthesis  the  oxidizing  agent  is  the  lead  oxide:  in  this 

531 
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reaction  it  is  the  nitrobenzene,  which  is  reduced  to  aniline.    Arsenic 
acid  can  be  substituted  for  nitrobenzene. 

Von  Baeyer  and  Drewsen  have  discovered  another  method  of 
synthesis  which  proves  the  constitution  of  quinoline:  it  involves 
the  reduction  of  o-nitrocinnamaldehyde.  This  compound  is  first 
converted  into  an  intermediate  product,  the  corresponding  amino- 
derivative,  the  H-atoms  of  the  NH2-group  of  this  substance  being 
subsequently  eliminated  along  with  the  0-atom  of  the  aldehyde- 
group: 


o-Aminoeinnamaldehyde  Quin<dme  , 

The  last  synthesis  proves  quinoline  to  be  an  orfAo-substituted 
benzene:  the  constitution  of  the  ring  containing  the  N-atom  has 
now  to  be  determined.  The  method  employed  is  based  upon  oxi- 
dation, which  produces  a  dibasic  acid,  quinolinic  acid, 

N 

hooc/\h 

HO(XIV^yH* 

On  distillation  with  quicklime,  quinolinic  acid  yields  p3rridine. 
From  these  facts  it  must  be  concluded  that  quinoline  contains  a 
benzene-nucleus  and  a  pyridine-nucleus,  with  two  orfAo-Oatoms 
common  to  both.  It  may  be  regarded  as  naphthalene,  with  one  of 
the  CH-groups,  1-4-5-8,  replaced  by  N. 

The  number  of  isomeric  substitution-products  is  very  large. 
The  seven  hydrogen  atoms  occupy  dissimilar  positions  relative  to 
the  nitrogen  atom,  and  consequently  seven  monosubstitution- 
products  are  possible.  Twenty-one  disubstitution-products  are 
possible  for  similar  substituents,  while  the  number  of  tri-derivatires 
possible  is  much  greater,  and  so  on. 

396.  There  are  three  methods  for  the  orientation  of  quinoline 
derivatives.  . 

First,  the  relative  method  (352,  1). 


QVINOLINE. 
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Second,  oxidation.  This  usually  removes  the  benzene-nucleus, 
leaving  the  pyridine-nucleus  intact,  and  thus  furnishes  a  means  of 
determining  which  substituents  are  present  in  each. 

Third,  Skraup's  synthesis — an  important  aid  to  orientation- 
It  can  be  carried  out  not  only  with  aniline,  but  with  many  of  its 
substitution-products,  such  as  homologues  of  aniline,  nitroanilines, 
aminophenols,  and  other  derivatives.  The  quinoline  compounds 
thus  obtained  have  their  substituents  in  the  benzene-nucleiis.  But 
this  synthesis  also  indicates  the  positions  of  the  side-chains  when 
an  or^Ao-substituted  or  a  para-substituted  aniline  is  used:  thus, 


/v 

I      J  can  only  yield 

OrtC 


and 


N 


only        ^1 


Para 


/  X 

can  yield 


N 


or 


All  four  possible  quinoline  derivatives  with  substituents  in  the 
benzene-nucleus  can,  therefore,  be  prepared  by  Skraup's  synthesis. 
The  nomenclature  of  the  quinoline  derivatives  is  indicated  in 
the  scheme 


Many  of  the  known  quinoline  derivatives  are  obtained  by 
Skraup's  method,  a  smaller  number  directly  from  quinoline.  The 
sulphonic  acids  are  best  prepared  by  the  latter  method.  On  fusion 
with  caustic  potash,  they  are  converted  into  hydroxy quinolines; 
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when  heated  with  potassium  cyanide,  they  yield  cyanoquinolines, 
which  on  hydrolysis  give  carboxyiic  acids. 

Carbostyril,  or  2-hydroxyquinoline,  can  be  synthesized  by  the 
elimination  of  water  from  o-aminocinnamic  acid : 

\CH=CH  \/\/ 

o-AmiDOcizinamic  acid  C&rbostyril 

It  has  a  phenolic  character:  thus,  it  dissolves  in  alkalis,  and  is 
reprecipitated  by  CO2. 

U.  ISOQDinOLIlVE,  C^H^N. 

397.  iBoquinoline  is  present  in  coal-tar,  from  which  Hoogewerff 
and  VAN  Dorp  isolated  it  in  the  form  of  its  sparingly  soluble  sulphate. 
It  is  a  cplourless  substance  with  an  odour  like  that  of  quinoline.  It 
melts  at  21°,  and  boils  at  237°. 

Its  synthesis  indicates  its  constitution.    On  heating,  the  ammo- 

OOOH  1 

nium  aeAtof  homophthalicacidyCQiii  <qu  .nQOH  2*  ^^  ^^^^^^^d  into 

hamophthalimide: 

.COONH4  XO 

/  —onr  n_VTT r  vt  / 


CoH/  -2H2O -NH,  -  CeH^C  ^NH. 


\i 


CH2COONH4  '  '^CHj-CO^ 


On  treating  with  phosphorus  oxychloride,  each  0-atom  is  replaced 
by  two  CUatoms,  2HCI  being  subsequently  eliminated,  with  forma- 
tion of  dtchloroiaoquinoline: 

cciia  ^Xn 

CH,<;^^NIH-2HC!-Q^^jg- 

Q Q  Ci  DichloroMoquinoIine 

H|ircii 

Reduction  with  hydriodic  acid  and  phosphorus  converts  this  sub- 
stance into  isoquinoline,  in  which  the  N-atom  of  the  pyridine-nucleus 
is  not  directly  linked  to  the  benzene-nucleus,  wherein  it  differs  from 
ordmary  quinoline: 

• 

0  s 

\5/\4/ 
/•oquinoline 
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The  products  obtained  by  the  oxidation  of  isoquinoline  support 
this  view  of  its  constitution.  The  bensene-ring  is  removed  from 
one  part,  and  the  pyridine-ring  from  the  other,  so  that  cincho- 
meronic  acid  (390)  and  phthalic  acid  are  formed : 

\y\y      Hooc\/  \y\y       \/cooh 

OnohomeroDio  add  Phthalic  acid 

lU.  INDOLE,  CsHfN. 

398.  The  relation  between  indigo  and  indokf  mentioned  at  the 
beginning  of  395,  is  made  evident  by  the  following  series  of  trans- 
formations, chiefly  the  discoveries  of  von  Baeyer. 

On  treatment  with  nitric  acid,  indigo,  CieHio02N2,  yields  an 
oxidation-product,  isatin,  C8H5O2N,  which  can  also  be  synthesized 
by  treating  o-nitrobenzoyl  chloride  with  silver  cyanide.  When 
faydrolyzed,  the  resulting  nitrile  yields  o-nitrobenzoylformic  acid: 


.NO2 
CO-COOH. 


C6H4<(.Qf(jj2-^C6H4<(.Qfcj^  — C6H4< 

o-Nitrobensoyl  o-Nitrobeiuoyl  o-Nitrobensoyl- 

chloride  ,  cyanide  formic  acid 

On  reduction,  the  nitro-group  in  this  acid  is  converted  into  an 
amino-group,  and  water  eliminated  simultaneously  with  the  forma- 
tion of  isatin,  which  has,  therefore,  the  constitution  indicated  by 
the  equation 

o-Aminobenioyiiormio  acid  Isatin 

When  reduced  with  zinc-dust  and  hydrochloric  acid,  isatin  takes  up 
two  hydrogen  atoms,  forming  dioxindole,  C8H7O2N.  This  com- 
pound also  results  on  the  elimination  of  water  from  the  unstable 
^aminomandelic  acid,  which  determines  its  constitution: 

NHIH  ^NH 

^^*  <  CHOH-COIOH  ~  ^=»^  =  ^^*\cH^^- 

«-Aminomandelic  ada 

OH 

Dioxindole 
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When  reduced  with  tin  and  hydrochloric  acid,  dioxindole  yields 
oxindole,  CsHyON,  which  is  also  obtained  by  reduction  of  o-nitro* 
phenylacetic  acid  and  subsequent  elimination  of  water: 

o-AminopheOylaoetic  acid  Oxindole 

Distillation  with  zinc-diist  converts  oxindole  into  indole,  CgHyN, 
which  must,  therefore,  have  the  structure  C6H4<r       ^H;  or 


Indole,  therefore,  possesses  a  benzene-nucleus  condensed  with  a 
pyrrole-nucleus.  It  does,  in  fact,  display  some  of  the  properties 
characteristic  of  pyrrole:  thus,  it  is  a  very  weak  base,  and  gives  a 
red  colouration  with  hydrochloric  acid. 

^'MethylindoUy  or  skalole,  . 

NH 

.C-CHs 
is  present  in  feces,  and  occasions  the  unpleasant  odour.    It  is  also 
found  in  a  species  of  wood  grown  in  India,  and  is  formed  in  the 
putrefactive  decay  of  proteids,  or  by  fusing  proteids  with  caustic 
potash. 

Indigo. 

The  constitution  of  indigo  is  inferred  from  its  formation  from 
isatin  chloride ^  obtained  by  the  interaction  of  isatin  and  phosphorus 
pentachloride.  On  reduction  with  zinc-dust  and  acetic  acid,  it  is 
transformed  into  indigo: 


+  H 


H     H] 


H 


C6H4 <co  >C=C <^  >Cl8H4+2Ha 
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Since  on  treatment  with  sulphuric  acid,  and  subsequent  reduc- 

^-    i^-  I.       M-     .  7        C6H4.C^J-~C=C.C6H4   . 
iion,  o-dinUrodiphenyldtacetylene,  .  .        ,i8con- 

NO2  NO2 

verted  into  indigo,  the  two  isatin-residues  in  the  latter  must  be 
united  by  a  carbon  linking. 

399.  Indigo  has  long  been  known  as  one  of  the  most  beautiful 
blue  dyes,  and  is  very  permanent,  being  unaffected  by  light,  acids, 
alkalis,  or  washing.  It  is  prepared  from  certain  plants,  among  them 
Indigofera  tinctoria  and  lepto^tycha.  They  are  cultivated  on  a  large 
scale  in  Bengal  in  India — whence  the  dye  derives  its  name — as 
well  as  in  Central  America,  Java,  and  other  countries.  Indigo  is 
not  present  in  the  plant  as  such,  but  in  combination  as  the 
glucoside  indican,  which  is  present  chiefly  in  the  leaves,  and  can  be 
extracted  with  hot  water.  It  is  crystalline,  and  has  the  formula 
Ci4Hi706N-f  3H2O.  In  addition  to  the  glucoside,  the  leaves  con- 
tain an  enzyme,  the  activity  of  which,  like  that  of  all  enzymes,  is 
destroyed  by  boiling  water:  hence,  when  indican  itself  is  to  be 
prepared,  hot  water  must  be  employed  in  the  extraction.  With 
cold  water,  both  indican  and  the  unchanged  enzyme  dissolve,  and 
the  glucoside  decomposes  into  dextrose  and  indoxyl,  CgHjON,  or 

p    „    /       NH       \pTT 

a  substance  which  is  moderately  stable  in  acid  solution,  but  in  dilute 
alkaline  solution  is  quickly  oxidized  to  indigo  by  atmospheric 
oxygen. 

The  manufacture  of  indigo  from  the  plants  containing  it  is 
carried  out  by  the  method  indicated.  The  leaves  of  the  indigo- 
plant  are  allowed  to  remain  immersed  in  lukewarm  water  for  some 
hours:  the  aqueous  extract  is  ''churned  "  by  a  revolving  water- 
wheel  with  wooden  paddles,  which  aerates  it,  and  thus  oxidizes  the 
indoxyl  to  indigo.  The  oxidation-process  is  facilitated  by  the 
addition  of  slaked  lime  to  make  the  liquid  faintly  alkaline.  The 
indigo  formed  sinks  to  the  bottom,  is  removed  by  filtration,  and 
dried.     It  is  put  on  the  market  jn  the  form  of  small  cubes. 

In  addition  to  the  blue  dye,  indigotin,  commercial  indigo  con- 
tains indigo-gluten,  indigo-brown,  and  indigo-red;  these  substances 
can  be  extracted  by  water,  alcohol,  and  alkalis,  in  which  indigotin 
is  insoluble.    The  latter  is  a  dark-blue  powder,  which,  when  rubbed. 
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has  a  copper-like  Iiistre.  It  can  be  sublimed  in  vacuo ,  so  that  it  is 
possible  to  determine  its  vapour-density.  It  is  insoluble  in  most 
solvents,  but  can  be  crystallized  from  nitrobenzene  or  aniline.  It 
dissolves  in  fuming  sulphuric  acid,  with  formation  of  sulphonic  acids. 
On  account  of  the  great  industrial  importance  of  indigo,  many 
attempts  have  been  made  to  synthesize  it.  One  method  is  com- 
mercially successful,  enabling  the  artificial  product  to  be  sold  at  the 
same  price  as  natural  indigo.  It  yields  pure  indigotin,  which  is 
sometimes  an  advantage.  This  method  is  employed  by  the 
Badische  Anilin-  und  Soda-Fabrik  of  Ludwigshafen-on-Rhine. 

VTTT 

Anthranilic  acid,  or  o-aminobenzoic   acid   (351),  ^^^^<cqoK' 

combines  with  monochloroacetic  acid  to  form  phenylglydne-O'Car' 
boxylic  acid: 


^  „      NHfHTCllHzC.COgH      ^  „  ^NHfH^C.jCO^H 


COOH  "^    *^CfOJOH 

Phenylglyoine-o-oarboxylic  aoid 

Fusion  with  caustic  soda  transforms  this  compound  into  indoxyl, 
C6H4<^Q,QXTN^CH,   which    in  alkaline  solution  is  converted   by 

Atmospheric  oxidation  into  indigo. 

The  manufacture  of  indigo  by  this  method  has  been  rendered 
possible  by  the  discovery  of  a  satisfactory  process  for  the  manufac- 
ture of  anthranilic  acid.  It  is  obtained  by  oxidizing  naphthalene 
to  phthalic  acid  (325),  which  can  be  converted  into  anthranilic 
Acid,  with  intermediate  production  of  phthalimide  (351). 

On  reduction,  indigo  takes  up  two  hydrogen  atoms,  with  for- 
mation of  indigo-white f  C16H12O2N2,  a  white,  crystalline  substance, 
the  phenolic  character  of  which  is  proved  by  its  solubility  in  alkalis. 
In  alkaline  solution  it  is  speedily  reconverted  into  indigo  by  atmos- 
pheric oxidation,  a  reaction  employed  in  dyeing  with  this  substance. 
The  dye  is  first  reduced  to  indigo-white,  and  the  fabric  thoroughly 
soaked  in  an  alkaline  solution  of  this  compoimd:  on  exposure  to 
the  air,  the  indigo-blue  formed  is  fixed  on  the  fibres.  The  process 
is  technically  known  as  ''indigo-vatting." 

The  reduction  of  indigo  to  indigo-white  is  variously  carried  out 
in  the  dyeing-industry  according  to  whether  wool,  silk,  or  cotton 
is  to  be  dyed.    Reduction  is  best  effected  with  a  salt  of  hyposul- 
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phurous  acidi  H2S2O4  C' Inorganic  Chemistry/'  83),  for  the  two 
first  named.  The  solution  is  mixed  with  zinc  hyposulphite,  and 
treated  with  excess  of  milk  of  lime,  which  precipitates  zinc  hydrox- 
ide. The  indigo  is  mixed  with  water,  and  warmed  to  about  60° 
with  the  solution  of  calciiun  hyposulphite,  a  concentrated  alkaline 
solution  of  indigo-white  being  obtained  in  a  short  time.  On  adding 
to  it  sufficient  water  in  the  dyeing-vat,  the  bath  is  ready  for  use. 

The  h3rposulphite  reduction-process  possesses  the  advantage 
that  the  reduction  stops  at  the  formation  of  indigo-white,  so  that 
almost  none  of  the  indigo  is  lost. 


ALKALOroS. 

400.  Plante  of  certain  families  contain  subetances,  usually  of 
complex  composition  and  basic  character,  called  alkaloids.  Their 
classification  in  one  group  is  of  old  standing,  and  had  its  origin  in 
an  idea  similar  to  that  which  prevailed  concerning  the. vegetable 
acids  (i)  prior  to  the  determination  of  their  constitution.  Just  as 
the  latter  have  been  subdivided  into  different  classes,  such  as 
monobasic,  polybasic/ aliphatic;  and  aromatic  acids,  so  it  has  become 
apparent  that  the  individual  alkaloids  can  be  arranged  in  different 
classes.  Most  of  the  alkaloids  are  related  to  p)a'idine,  quinoline,  or 
isoquinoline,  while  a  smaller  number  belong  to  the  aliphatic  series. 
Some  of  the  latter  class  are  described  along  with  the  compounds  of 
similar  chemical  character:  among  them  are  betaine  (200),  mus- 
carine (232),  choline  (162),  caffeine,  and  theobromine  (258).  Only 
alkaloids  which  are  derivatives  of  pyridine  are  described  in  this 
chapter:  to  them  the  name  alkaloids,  in  its  more  restricted  sense, 
is  applied,  the  other  substances  being  known  as  vegetable  bases. 

PROPERTIES. 

401.  It  is  seldom  that  an  alkaloid  is  present  in  iQore  than  one 
family  of  plants:  many  families  do  not  contain  them.  The  occur- 
rence of  alkaloids  is  almost  entirely  confined  to  dicotyledonous 
plants.  Only  a  few,  such  as  conilne  and  nicotine ^  are  liquids:  most 
of  them  are  crystalline.  Many  are  optically  active  and  tevo-rota- 
tory:  it  is  very  exceptional  for  them  to  exhibit  dextro-rotation. 
They  have  an  alkaline  reaction  and  a  bitter  taste:  most  of  them  are 
insoluble  in  water,  more  or  less  soluble  in  ether,  and  readily  soluble 
in  alcohol.  Most  are  insoluble  in  alkalis,  but  dissolve  in  acids, 
forming  salts  which  are  sometimes  well-defined,  crystalline  sub- 
stances. 

540 
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OuDEMANS  observed  that  the  specific  rotatory  power  (27,  2)  of 
the  alkaloid  salts  of  strong  acids  in  aqueous  solution  depends  only 
on  the  alkaloid,  and  is  not  influenced  by  the  nature  of  the  acid- 
radical;  while  for  the  salts  of  weak  acids  it  depends  on  the  nature 
of  both  the  alkaloid  and  the  acid.  This  is  explained  by  the  theory 
of  electrolytic  dissociation:  when  dissolved,  the  salts  of  strong  acids 
are  almost  completely  ionized,  so  that  in  solutions  of  equimolecular 
concentration  there  is  always  the  same  amount  of  the  optically  active 
cathion  present.  The  salts  of  weak  acids,  however,  are  to  a  great 
extent  non-ionized,  so  that  they  possess  a  different  (smaller)  specific 
rotatory  power. 

Many  alkaloids  can  be  identified  by  characteristic  colour-reac- 
tions. Some  substances  precipitate  many  of  the  alkaloids  from 
their  aqueous  or  acid  solution:  such  general  alkaldd-reagents  are 
tannin  (345)^  phosphomolybdic  acid,  mercuric  potassium  iodide, 
KI«Hgl2  C  Inorganic  Chemistry,"  146  and  273),  and  others. 
Some  alkaloids  are  excessively  poisonous. 

Strong  tea  is  sometimes  employed  as  an  antidote,  the  tannin 
present  precipitating  the  alkaloid,  and  rendering  it  innocuous. 

Most  of  the  alkaloids  are  tertiary  amines,  and  consequently 
yield  addition-products  with  methyl  iodide:  none  of  them  possesses 
the  character  of  a  primary  amine,  ^lany  contain  acid-residues  or 
methoxyl-groups :  the  former  are  removed  by  saponification,  effected 
by  heating  with  bases  or  acids,  the  latter  by  heating  with  hydriodic 
acid,  which  yields  methyl  iodide.  Hydroxyl-groups  can  be  iden- 
tified in  the  ordinary  way  with  acid  chlorides  or  acetic  anhydride 
(95  and  96).  On  dry  distillation,  or  on  heating  with  zinc-dust, 
substituted  pyridines  are  sometimes  formed. 

On  account  of  the  complex  constitution  of  the  alkaloids,  the 
structures  of  many  of  them  remain  undetermined,  so  that  a  rational 
classification  is  not  yet  possible. 

402.  In  the  extraction  of  the  alkaloids  from  plants  the  latter 
are  cut  up  into  fine  pieces  and  lixiviated  with  acidified  water  in  a 
conical  vat  tapering  towards  the  bottom,  where  there  is  a  layer 
of  some  material  such  as  glass-wool  or  lint.  The  effect  is  that  the 
acidified  water  gradually  sinks  through  a  thick  layer  of  the  sub- 
stance under  extraction,  a  process  technically  know^n  as  "percola- 
tion.''    Dyes,  carbohydrates,  inorganic  salts,  etc.,  are  dissolved 
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along  with  the  alkaloids.  When  the  alkaloid  is  volatile  with 
steam,  it  can  be  separated  by  this  means  from  the  liquid,  after 
making  the  mixture  alkaline:  when  it  is  comparatively  insoluble, 
it  can  be  obtained  by  filtration.  Further  purification  is  alwaj's 
necessary,  and  is  effected  by  crystallizing  the  free  alkaloid  or  one 
of  its  salts  several  times. 

IITDIVIDnAL  ALKALOIDS. 

Conilnei  CgHiyN. 

403.  The  S3aithesis  of  conilne  is  described  in  388.  It  is  present 
in  spotted  hemlock  {Conium  maculatum),  and  is  a  colourless  liquid 
of  stupefying  odour.  It  boils  at  167*^,  is  but  slightly  soluble  in 
water,  and  is  very  poisonous. 

nicotine^  C10H14N2. 

404.  Nicotine  is  present  in  combination  with  malic  acid  and 
citric  acid  in  the  leaves  of  the  tobacco-plant  (Nicotiana  tabacum). 
It  is  a  colourless,  oily  liquid,  which  is  Isevo-rotatory,  and  readily 
soluble  in  water.  It  has  a  tobacco-like  odour,  which  is  not  so 
marked  in  a  freshly-distilled  sample  as  in  one  which  has  stood  for 
some  time.  It  boils  at  246-7®,  and  is  excessively  poisonous.  It 
quickly  turns  brown  on  exposure  to  air.  It  is  a  ditertiary  base: 
on  oxidation  with  potassium  permanganate,  it  is  converted  into 
nicotinic  acid  (389),  proving  it  to  be  a  /^-derivative  of  pyridine. 

The  constitutional  formula  of  nicotine  is 

CH2 — CHg 
s— CH     CH2; 
N.CH3 

with  a  hydrogenated  pyrrole-nucleus  methylated  at  the  nitrogen 
atom,  and  a  ^-substituted  pyridine-nucleus.  The  formula  also  ex- 
presses the  facts  that  nicotine  is  a  ditertiary  basis  and  that  it  yields 
nicotinic  acid  on  oxidation.  This  formula  is  proved  by  the  syn- 
thesis of  nicotine;  which  yields  an  optically  inactive  modification 
resolvable  into  components.  The  laevo-rotatory  isomeride  is  iden- 
tical with  natural  nicotine.    The  dextro-rotatory  form  is  much  less 
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poisonous  than  the  tevo-rotatory,  and  also  differs  from  it  in  other 
respects  in  its  physiological  action. 

Atropinci  C17H28O3N. 

405.  Atropine  is  present  in  the  berry  of  the  deadly  nightshade 
(Atropa^  belladonna)  and  in  the  thorn-apple,  the  fruit  of  Datura 
stramonium.  It  is  crystalline,  melts  at  115  •  5**,  and  is  very  poison- 
ous. It  exercises  a  "mydriatic  "  action — that  is,  when  dropped 
in  dilute  solution  on  the  eye,  it  expands  the  pupil:  for  this  reason 
it  is  employed  in  ophthalmic  surgery.  It  is  optically  inactive. 
On  heating  with  hydrochloric  acid  or  caustic  soda  at  120*^,  it  takes 
up  water  and  yields  tropine  aijd  tropic  acid: 

C17H23O3N  +  H2O  =  CsHisON-hCgHjoOs. 

Atropine  Tropine  Tropic  acid 

It  can  be  regenerated  from  these  two  substances  by  the  action 
of  hydrochloric  acid.  Atropine  is,  therefore,  the  tropine  ester 
of    tropic    acid,    which    is    a-phenyl-fl-hydroxypropionic    acid, 

C6H6-CH<QQ^„  .    The  constitution  of  tropine  is  probably  a 

carbon  ring  of  seven  atoms  with  a  "nitrogen-bridge," 

I.       II. 
M2C — CH CH2 

I    •  I 
N.CH3CH0H. 

I      I 

H2C — CH CH2 

This  formula  explains  the  formation  of  various  substitution-prod- 
ucts, derivatives  of  tetrahydropyrrole*  (ring  I.),  of  piperidine 
(ring  II.),  and  of  heptamethylene  (external  carbon-ring). 

Hyoscyaminey  C17H23O3N. 

406.  Hyoscyamine  is  isomeric  with  atropine,  into  which  it  is 
converted  by  the  action  of  alcoholic  potash.  It  can  also  be  con- 
verted into  tropine  and  tropic  acid.  The  isomerism  is  probably 
stereochemical. 

*  Cf,  foot-note,  389. 
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Cocaine^  C17H21O4N. 

407.  On  account  of  its  use  as  a  local  ansosthetic,  cocaine  is  the 
best  known  of  the  alkaloids  present  in  coca-leaves  {EryihroxyUm 
coca).  It  is  crystalline,  is  readily  soluble  in  alcohol,  and  melts  at 
98®.  On  heating  with  strong  acids,  a  benzoyl-group  and  a  jnethyl- 
group  are  eliminated,  with  formation  of  ecgonine,  C9H15O3N,  so 
that  the  formula  of  cocaine  may  be  written 

C9Hi302N(OCH3)(COC6H6). 

By  benzoylating  and  methylating  ecgonine,  cocaine  is  regenerated. 
Ecgonine  is  a  carbonyl-derivative  of  tropine. 

Morphine^  CjrHioOaN. 

408.  Morphine  is  the  longest-known  alkaloid:  it  was  obtained 
from  opium  in  1806  by  SERxrRNER.  Opium  is  the  dried  juice  of 
the  seed-capsules  of  Papaver  aomniierum,  a  variety  of  poppy.  It 
is  a  very  complicated  mixture,  containing  caoutchouc,  fats,  resins, 
gums,  sugars,  proteids,  mineral  salts,  meconic  acid,  some  more 
organic  acids,  and  other  substances,  together  with  numerous 
alkaloids.  Twenty  of  the  last-named  have  been  identified:  of 
these  morphine  is  present  in  largest  proportion,  and  constitutes 
about  10  per  cent,  of  opium. 

Morphine  is  crystalline,  and  melts  with  decomposition  at  230*^. 
It  is  slightly  soluble  in  water,  is  without  odour,  and  is  employed 
as  an  anodyne  and  narcotic.  On  distillation  with  zinc-dust,  it 
yields  pyrrole,  pyridine,  quinoline,  and  phenanthrene.  It  is  a  ter- 
tiary base,  and  also  possesses  a  phenolic  character,  since  it  is  soluble 
in  alkalis. 

Ifarcotiney  C22H28O7N. 

409.  Narcotine  is  present  in  opium  to  the  extent  of  about  6  per 
cent.,  its  percentage  being  next  to  that  of  morphine.  It  is  crystal- 
line, melts  at  176*^,  and  is  slightly  poisonous.  It  is  a  weak  tertiary 
base,  its  salts  readily  undergoing  hydrolytic  dissocifttion.  It  con- 
tains three  methoxyl-groups,  so  that  its  formula  can  be  written 
Ci9Hi404N(OCH3)^.  NomarcoHne  has  the  formula  Ci9Hi404N(OH)3, 
On  hydrol3^is,  narcotine  yields  the  anhydride  of  meconinic  acid,  or 
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meconin,  C10H10O4,  and  cotamine,  C12H13O8N,  a  derivative  of  tso- 
quinoline.    Bromine  converts  narcotine  into  dibromopyridine. 

Quinine^  C20H24O2N2. 

410.  The  barks  of  certain  trees  of  the  Cinehorux  and  Remya 
families  contain  a  great  number  of  alkaloids:  of  these  twenty-four 
have  been  isolated,  but  it  is  probable  that  more  are  present.  The 
most  important  of  them,  on  account  of  its  anti-febrile  effect,  is 
quinine.  Cinchoninej  C19H22O2N2,  is  the  next  best-known:  its 
physiological  action  is  similar  to  that  of  quinine,  but  is  less  pro- 
nounced. 

In  addition  to  alkaloids,  these  barks  contain  various  acids,  such 
as  quinic  acid,  quinovic  acid,  and  quino tannic  acid:  neutral  sub- 
stances, such  as  quinovin,  quina-red,  etc.,  are  also  present. 

Quinine  is  very  slightly  soluble  in  water,  and  is  laevo-rotatory. 
In  the  anhydrous  state  it  melts  at  177*^,  and  at  57°  when  it  con- 
tains three  molecules  of  water  of  crystallization.  It  is  a  strong 
base,  and  both  N-atoms  are  tertiary.  It  unites  with  two  equiva- 
lents of  an  acid.  In  dilute  solution  the  salts  of  quinine  exhibit  a 
splendid  blue  fluorescence,  which  serves  as  a  test  for  the  base. 

The  constitution  of  quinine  has  been  elucidated,  chiefly  through 
the  researches  of  Konigs.  It  contains  two  ring-systems,  and 
possesses  a  hydroxyl-group  and  a  methoxyl-group,  so  that  its 
formula  may  be  written 

CH3O.C9H5N— CioHi5(OH)N. 

In  accordance  with  the  nomenclature  in  396,  the  first  of  these  ring- 
systems  is  5-methoxyquinoline,  a  compound  obtained  by  fusing 
quinine  with  caustic  potash.  The  second  ring  is  similar  to  the  one 
assumed  to  be  present  in  tropine  (405)- 

Strychnine,  C21H22O2N2. 

411.  Three  extremely  poisonous  alkaloids,  strychnine,  brucine, 
and  curarine,  are  present  in  the  seeds  of  Strycknos  nux  vomica^  as 
well  as  in  others  of  the  Strychnos  family.  Little  is  known  of  the 
chemical  nature  of  curarine,  although  it  has  been  much  studied 
from  a  ph3rsiological  standpoint:  when  administered  in  small  doses, 
it  produces  total  paralysis.    Strychnine  and  brucine  cause  death, 
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preceded  by  tetanic  spasms — that  is,  contraction  of  the  muscles; 
curarine  is,  therefore,  employed  as  an  antidote. 

Strychnine  is  crystalline,  and  melts  ^t  265^;  it  is  almost  insoluble 
in  water.  It  is  a  monohydric,  tertiary  base,  only  one  of  its  N-atoms 
exhibiting  basic  properties.  On  fusion  with  caustic  potash,  it 
yields  quinoline  and  indole;  and  when  distilled  with  slaked  lime,  it 
is  converted  into  /?-picoline  (388).  Heating  with  zinc-dust  pro- 
duces carbazole  (379)  and  other  substances. 

Adrenaline,  C9H13ON. 

Adrenaline  is  prepared  from  the  suprarenal  capsules  of  the 
horse  and  other  animals.  It  is  characterized  by  its  powerful  hsBmo- 
static  properties.  On  oxidation,  it  yields  protocatechuic  acid,  and 
on  distillation  with  caustic  soda,  methylamine.  With  benzoyl 
chloride  it  forms  a  tribenzoyl-derivative.  These  reactions  point  to 
the  constitutional  formula 

yOH 
^^'Xrw^CH^OH' 

but  at  present  it  cannot  be  accepted  without  reservation. 


proteIds. 

412.  This  chapter  contains  a  short  account  of  the  proteidar 
compounds  of  great  importance  in  the  animal  and  vegetable  king- 
doms, but  of  such  complex  structure  that  their  chemical  investi- 
gation is  a  matter  of  extreme  difficulty.  Their  great  physiological 
importance  is  made  apparent  by  the  fact  that  the  dry  material 
in  animal  bodies — apart  from  the  mineral  constituents  and  fats 
— consists  almost  wholly  of  proteids,  by  their  being  an  essential 
constituent  of  each  living  plant-cell,  and  by  their  forming  the  most 
important  part  of  human  and  animal  food.  An  animal  can  exist 
without  fats  and  carbohydrates  for  a  protracted  period,  but  its. 
death  is  assured  by  the  withdrawal  of  proteids  from  its  nourishments 

The  investigation  of  the  proteids  is  rendered  difficult  not  only 
by  their  complex  structure,  but  also  by  the  fact  that,  with  few 
exceptions,  they  do  not  crystallize,  and  cannot  be  distilled  without 
undergoing  decomposition,  so  that  advantage  cannot  be  taken  of 
these  valuable  aids  in  the  isolation  of  individual  substances.  More- 
over, many  proteids  change  very  readily  into  other  substances, 
and  the  distinctions  between  the  different  varieties  are  some- 
times by  no  means  well  defined. 

The  native  aUbumina,  conjitgaled  protefds,  and  albuminoids  are 
closely  related,  and  are  classed  as  proteids.  The  naiive  aJbumtns 
will  be  considered  first.  Since  proteids  sometimes  exhibit  great 
differences  in  physical  and  chemical  behaviour,  it  is  necessary 
first  to  state  the  general  properties  characteristic  of  them.  They 
contain  only  five  elements,  and  do  not  differ  much  from  one 
another  in  composition,  as  the  table  indicates. 

Carbon 50-55     per  cent. 

Hydrogen 6-5-7-3         " 

Nitrogen 15^17-6       " 

Oxygen 19-24 

Sulphur 0.3-5 

Those  of  one  variety,  called  nvcleoproteida,  also  contain  phosphorus* 
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The  Structure  of  the  Proteld  Molecule. 

413.  The  view  that  the  proteid  molecule  has  a  very  complicated 
structure  dates  from  the  commencement  of  the  present  era  of 
organic  chemistry,  initiated  about  the  year  1825  by  Liebig's  re- 
searches in  this  branch  of  science.  The  synthesis  of  proteids  was 
then,  and  still  is,  regarded  as  the  problem  of  organic  chemistry. 
The  complex  nature  of  the  proteid  molecule  was  inferred  from  the 
great  number  of  substances  obtained  by  its  decomposition.  Such 
processes  as  boiling  with  bases  or  acids,  oxidation,  and  fermenta- 
tion, periodically  revealed  the  formation  of  new  substances,  which 
were  obviously  decomposition-products  of  its  molecule. 

An  inevitable  consequence  of  this  lack  of  knowledge  is  the 
impossibility  of  assigning  empirical,  and  still  more  molecular,  for- 
mulae to  proteids.  From  the  results  of  elementary  analyses,  for- 
mulae can  be  calculated:  they  are,  however,  of  little  significance,  in 
view  of  the  absence  of  information  as  to  the  nature  of  the  simpler 
groups  of  which  the  molecule  consists.  The  molecular  weights  of 
proteids  are  known  only  approximately:  the  results  obtained  by 
the  cryoscopic  method  indicate  high  values — in  round  numbers 
about  15,000. 

The  results  of  hydrolysis  have  aflforded  the  best  insight  into  the 
constitution  of  the  proteid  molecule.  It  can  be  effected  by  heating 
proteids  with  baryta-water  hi  an  autoclave  at  a  high  temperature, 
the  decomposition-products  being  a  series  of  amino-acids!  In  more 
recent  investigations  the  hydrolysis  has  been  accomplished  by 
boiling  with  concentrated  hydrochloric  acid,  or  with  sulphuric  acid 
of  about  25  per  cent,  strength:  the  use  of  these  reagents  is  found 
to  facilitate  the  decomposition  of  proteids,  water  being  taken  up. 
As  with  baryta-water,  amino-acids  are  the  final  product  of  hydrolyr 
sis  by  acids.  Just  as  starch  and  the  other  polyoses  must  be  re* 
garded  as  built  up  from  the  monoses  which  they  yield  on  hydrolysis, 
so  must  the  proteids  be  looked  upon  as  formed  by  the  combination 
of  amino-acids.  Most  polyoses,  especially  the  higher  members, 
are  derivatives  of  a  single  monose,  but  on  decomposition  almost 
•every  proteid  yields  a  series  of  amino-acids,  their  separation  and 
identification  being  attended  by  great  difficulties.  In  order  to 
obtain  a  clear  insight  into  the  structure  of  the  molecule,  it  is  essen- 
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tial  to  know  not  only  the  different  amino-acids  produced  from  a 
given  proteid,  but  also  the  proportion  in  which  each  is  present. 

The  solution  of  this  problem  has  been  made  the'object  of  much 
research  along  these  lines.  Emil  Fischer  has  devised  a  method 
applicable  to  the  separation  of  monoamino-acids,  and  Kossel  has 
suggested  special  means  for  the  detection  and  quantitative  estima- 
tion of  a  number  of  diamino-acids.  Although  Kossel's  work  is 
beyond  the  scope  of  this  book,  Emil  Fischer's  researches  merit  a 
brief  description.  The  amino-acids  yield  esters  (199),  which,  unlike 
the  parent  acids,  can  be  distilled  without  decomposition  in  vacuo^ 
and  can  therefore  be  separated  by  fractionation.  Upon  this  fact  is 
based  the  "ester-method  "  of  Emil  Fischer,  who  by  its  laid  has 
i^lated  several  new  amino-acids  from  the  decomposition-products 
of  proteids,  and  resolved  into  their  individual  components  mixtures 
previously  inseparable. 

414.  The  decomposition-products  of  the  proteids  can  be  classi- 
fied in  six  divisions. 

1.  Monobasic  monoamino^acids. — Glycine,  alanine,  a-amino- 
valeric  acid,  leucine  (200),  and  phenylalanine, 

CeHs-CHg-CHNHs-COOH. 

2.  Dibasic  monoamino-acids. — ^Aspartic  acid  and  glutamic  acid 
or  aminoglutaric  acid. 

3.  Diamino-acids. — Ornithine  and  lysine  (200).  In  the  same 
category  may  be  included  arginine,  obtained  by  addition  of  cyan- 
amide  to  ornithine  (256). 

4.  Hydroxyamino-acids. — ^T3rrosine  (347)  has  been  known  for  a 
long  time.  Of  more  recent  date  is  serine,  CH20H«CHNH2'COOH, 
which  is  synthesized  from  glycollaldehyde: 

CH2OH.CQ +HCN  ->  CHgOH-CH^^; 

+NH3  ->  CH20H.CHNH2-COOH  (199,  3). 

This  83mthesis  indicates  the  constitution  of  serine,  and  further  con- 
firmation is  afforded  by  its  reduction  to  a-alanine. 

To  this  class  also  belongs  the  complicated  diaminotrihydroxy' 
dodecanic  add,  C12H28O6N2. 
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5.  Compounds  with  a  closed  chain  containing  nitrogen. — a- 

Tetrahydropyrrolecarboxylic  *  add  or  proline,  and  hydroxytetrahydro- 
pyrrolecarboxylic  acid  or  hydroxyproline,  are  examples  of  such 
derivatives. 

^  With  them  should  probably  be  classed  histidin,  C6H9O2N3,  and 
tryptophan^  C11H12O2N2,  the  structures  of  which  are  still  in  doubt- 
Tryptophan  is  characterized  by  the  formation  of  a  violet  coloura- 
tion  and  a  precipitate  on  addition  of  bromine-water. 

6.  Compounds  containing  sulphur. — ^The  most  important  repre- 
sentative of  this  class  is  cystine,  C6H12O4N2S2,  which  as  early  as 
the  beginning  of  last  century  was  identified  by  Wqlleston  as  the 
principal  constituent  of  certain  gall-stones.    It  has  the  formula 

COOH-CHNH2-CH2S— SCH2-CHNH2-COOH. 

On  reduction  it  is  converted  into  cysteine,  COOH*CHNH2«CH2SH, 
from  which  atmospheric  oxidation  regenerates  C3rstine. 

The  constitution  of  cystine  is  proved  by  its  formation  from  the 
benzoyl  ester  of  serine  (in  which  the  benzoyl-group  is  attached  to 
nitrogen):  fusion  with  phosphorus  pentasulphide  converts  the 
CH20H-group  in  this  ester  into  a  CH2SH-group.  On  elimination 
of  benzoyl,  cysteine  is  obtained. 

415.  The  problem  demanding  solution  is  the  mode  in  which 
these  constituents  are  united  in  the  proteid  molecule.  ^The  fact, 
that  they  are  formed  by  hydrol3rsis  of  proteids,  involving  addition 
of  water,  indicates  that  elimination  of  water  from  individual  con- 
stituents, or  from  mixtures  of  them,  should  result  in  the  formation 
of  compounds  of  a  proteid  type.  In  accordance  with  this  view, 
there  was  long  since  put  forward  the  hypothesis  that  the  numerous 
amino-acid-residues  present  in  the  proteid  molecule  are  linked 
by  their  amino-groups,  as  in  NH2-CH2-CO— NH-CH2'COOH,  in 
which  the  amino-group  of  one  molecule  of  glycine  has  become 
united  with  the  carboxyl-group,  as  in  the  formation  of  acid  amides. 
At  first  this  hypothesis  was  by  no  means  established,  but  was 
finally  placed  upon  a  firm  basis  by  the  researches  of  Emil  Fischer. 
He  succeeded,  by  employing  a  number  of  sjmthetic  methods,  in 
uniting  various  amino-acid-residues  in  the  manner  described,  and 

♦  Cf.  foot-note,  389. 
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named    the  resulting   compounds  'polypeptides.    Their  synthesis 
proves  that  they  have  the  structure  indicated. 

It  is  not  possible  to  give  here  a  detailed  description  of  these 

synthetic  methods;  but  a  brief  review  will  not  be  out  of  place.    On 

heating,  the  esters  of  amino-acids  are  converted  into  anhydrides, 

with  elimination  of  two  molecules  of  alcohol,  the  reaction  some- 

,       times  taking  place  even  at  ordinary  temperatures: 

2NH2-CHa-COOC2Hi  =  2C2H60H  +  NH<^2"^^>NH. 

Qlydoe  ethyl  ester  Diketopiperanne 

(Glycine  anhydride) 

Under  the  influence  of  dilute  caustic  potash,  this  anhydride  takes 
up  one  molecule  of  water,  yielding  a  dipeptide,  glycylglycine: 

NH<cofIcH^>NH+H20  =  NHg-CHz-CO— NH.CH2-C00H. 

Glycylglycine 

When  a  dipeptide  is  treated  with  phosphorus  pentachloride  in 
(  acetyl-chloride  solution,  the  carboxyl-group  is  changed  to  COCl,  and 

the  residue  of  this  acid  chloride  can  be  introduced  into  other  amino- 
^ds: 

NH2-CH2-CO— NH-CH2-COCl+H2N.CH2-COOC2H5  = 
=  NH2-CH2-CX)— NH-CH2-C0— NH.CH2-COOC2H6+HC1. 

Sapokification  of  this  substance  yields  a  trjpeptidef  and  so  on. 

The  constitution  of  the  polypeptides  is  proved*  by  their  step-by- 
step  synthesis.  In  properties  and  reactions,  the  polypepiideSj  espe- 
cially the  higher  members,  exhibit  great  analogy  to  the  natural 
peptones,  as  a  short  summary  of  the  characteristics  of  both  will 
indicate.  Most  of  them  are  soluble  in  water,  and  insoluble  in  alco- 
hol: those  less  soluble  are,  however,  readily  dissolved  by  acids  and 
bases.  They  usually  melt  above  200°  with  decomposition,  and 
have  a  bitter  and  insipid  taste  and  are  precipitated  by  phos- 
photungstic  acid.  They  answer  to  the  biuret-test  (415) :  for  the 
polypeptides  the  sensitiveness  of  the  reaction  augments  with  in- 
crease in  the  length  of  the  chain.  Boiling  with  concentrated  hydro- 
chloric acid  for  about  five  hours  effects  complete  hydrolysis.  At 
ordinary  temperatures  they  are  stable  towards  alkalis.  They  are 
hydrolyzed  by  the  action  of  pancreatic  juice. 
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Emil  Fischer  considers  that  the  preparation  of  polypeptides 
constitutes  a  basis  for  the  synthesis  of  natural  peptones.  The 
latter  are  probably  mixtures  of  various  polypeptides,  which  hith- 
erto have  not  been  separated. 

The  step-by-step  decomposition  of  fibroin  (422)  also  indicates 
that  the  amino-aeids  in  the  proteids  have  an  amino-linking.  When 
it  is  treated  with  concentrated  hydrochloric  acid,  sericoin  (loc.  cit.) 
results,  and  is  converted  by  further  boiling  with  the  same  acid  into 
a  peptone.  Pancreatic  juice  converts  this  substance  into  tyrosine 
(346,  2),  and  another  compound  which  is  still  a  peptone,  since  it 
answers  to  the  biuret-test.  On  warming  this  second  peptone  with 
baryta-water,  however,  it  no  longer  answers  to  this  test,  and  a 
dipeptide,  glycylalanine,  can  be  isolated  from  the  products  of 
decomposition. 

416.  The  quantitative  estimation  of  the  decomposition-pro- 
ducts of  the  proteids  has  been  much  facilitated  by  Emil  Fischer's 
ester-method,  especially  for  the  monoamino-acids.  In  the  following 
brief  summary  of  the  results  obtained  it  should  be  noted  that 
usually  not  more  than  70  per  cent,  of  the  proteid  is  recovered  in 
the  form  of  definite  compounds,  there  being  a  considerable  resi- 
due which  cannot  be  identified  on  account  of  experimental 
difficulties. 

The  structure  of  some  proteids  is  in  so  far  simple  that  on  decom- 
position they  yield  almost  exclusively  a  single  amino-acid.  Such 
are  salmine  and  clupeinef  isolated  by  Kossel  from  the  testicles  of  the 
salmon  and  herring  respectively.  On  hydrolysis,  the  first  yields 
84*3  per  cent,  of  arginine,  and  the  second  82-2  f)er  cent. 

Usually,  however,  the  proteids  yield  a  series  of  aroino-acids, 
the  proportions  of  the  individual  constituents  varying  between 
wide  limits.  In  most  proteids  leucine  (200)  is  the  principal  con- 
stituent, as  in  hcemoglohin  (420),  keratin,  and  elastin  (421).  It  is 
only  in  fibroin  (422)  and  in  gelatin  (421)  that  glycine  predominates. 
Of  the  dibasic  amino-acids,  aspartic  acid  (200)  is  generally  present 
in  small  proportion.  Casdn  contains  a  relatively  large  amount 
of  glutamic  acid.  Tyrosine  is  the  principal  decomposition-product 
of  fibroin:  alanine  and  glycine  are  formed  in  smaller  proportions. 
Cystine  is  an  important  constituent  of  keratin:  from  cow-hair  as 
much  as  8  per  cent,  of  it  has  been  obtained,  and,  on  hydrolysis, 
human  hair  also  yields  a  large  proportion. 
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The  table  summarizes  the  [percentage  composition  of  a  few  pro- 
teids  with  respect  to  certain  constituents. 


Glycine 

Alanine 

Leucine 

Aspartic  acid  . 
Glutamic  acid 

Arginine 

Histidine 

Tyrosine. . . .  , 

Proline 

Cystine.; 


Haemo- 
globio. 

Casein. 

QelatlD. 

Keratin 
(from  hair) 

0 

0 

16-5 

4.7 

4 

0-9 

0-8 

27-8 

10-5 

2-1 

7-1 

4-3 

1-2 

0-6 

1.7 

10-7 

0.9 

3.7 

5-2 

4-8 

7.6 

10-5 

2.6 

0.4 

1-3 

4.5 

3.2 

2-3 

3.2 

5.2 

3.4 

0-3 

0-1 

8 

Fibroin. 

High 
21 
1-6 


1 
10 


417.  The  insight  hitherto  gained  into  the  structure  of  the  pro- 
teid  molecule  points  to  the  theoretical  possibility  of  the  existence 
of  an  almost  infinite  number  of  proteids,  differing  only  in  the  nature 
and  number  of  the  amino-acids  present  in  the  molecule.  The 
number  possible  is,  however,  augmented  by  other  causes. 

First,  stereochemistry  plays  an  important  part,  for  some  of  the 
amino-acids  contain  asymmetric  C-atoms.  When  the  number  of 
such  atoms  in  a  proteid  molecule  is  n,  the  number  of  stereoisomer- 
ides  possible  is  2n. 

Second,  isomerism  in  the  polypeptides  may  be  caused  by  a  dif- 
ference in  linking  of  the  amino-acid-residues:  thus,  diamino-acids 
can  be  attached  to  the  rest  of  the  molecule  by  either  of  the  ^mino- 
groups. 

Third,  the  group  — CO-NH —  can  also  be  present  in  its  tauto- 
meric form,  — C(OH) :  N— . 

Lastly,  the  very  large  size  of  the  proteid  molecule,  its  molecular 
weight  being  about  15,000.  The  mean  molecular  weight  of  the 
amino-acids  most  frequently  present  in  proteids  is  about  135.  On 
subtracting  the  molecular  weight  of  water,  this  value  is  reduced 
to  117.  Each  individual  constituent  of  the  proteid  molecule, 
therefore,  weighs  about  117,  so  that  each  molecule  must  contam 
about  128  amino-acid-residues. 

Since  octadecapeplides  are  the  highest  products  hitherto  ob- 
tained in  Emil  Fischer's  syntheses,  it  is  evident  that  this  brilliant 
experimentalist  is  right  in  regarding  his  researches  as  constituting 
but  the  initial  stage  in  the  synthesis  of  proteids. 
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418.  The  solutions  of  all  proteids  are  optically  active  and  Uevo- 
Totatory. 

The  proteids  are  colloids  ("Inorganic  Chemistry,"  195) — that  is, 
substances  unable  to  dififuse  through  parchment-paper.  Advantage 
is  often  taken  of  this  property  in  separating  them  from  salts  and  other 
crystalloids  (loc.  cit,).  Some  of  them  have  been  obtained  crystal- 
line, among  them  serum-albumin:  most  of  them  are  white,  amor- 
phous powders  without  definite  melting-points.  On  heating,  they 
carbonize,  with  evolution  of  gases. 

Most  proteids  can  be  " salted  out  "  from  solution.  This  "salting- 
out  ''  is  an  important  aid  in  identifying  and  separating  the  different 
varieties :  usually  common  salt  or  magnesium  sulphate  is  employed. 
It  is  remarkable  that  proteids  can  be  completely  salted  out  from 
their  solutions  in  both  neutral  and  acid  liquids  by  saturation  with 
ammonium  sulphate.  The  native  albumins  can  be  fractionally 
precipitated  from  aqueoua  solutions  by  gradually  increasing  the 
concentration  of  the  ammoniumnsulphate  solution.  The  point  pf 
concentration  at  which  a  salt  begins  to  precipitate  a  proteid  is  just 
as  characteristic  for  the  latter  as,  for  example,  the  solubility  is  for  a 
crystalline  substance.  When  the  salting-out  is  effected  at  ordinary 
temperatures,  it  causes  no  change  in  the  properties  of  the  proteids: 
their  solubilities  after  the  operation  are  the  same  as  before  it. 

Addition  of  alcohol  precipitates  proteids  unchanged  from 
aqueous  solution:  strong  alcohol  coagulates  them,  as  also  does  heat- 
ing with  water.  For  each  native  albumin  there  is  a  definite  coagula- 
tion-pbint:  in  other  words,  each  native  albumin  coagulates  at  a 
definite  temperature.  On  coagulation,  the  differences  in  solubility 
between  the  proteids  vanish:  all  are  rendered  insoluble  in  neutral 
solvents,  and  can  be  brought  into  solution  again  only  by  treatment 
with  dilute  caustic  alkalis  or  with  mineral  acids.  A  solution,  which 
behaves  exactly  like  the  solutions  thus  obtained,  can  be  prepared 
by  boiling  uncoagulated  proteids  with  a  large  excess  of  acetic  acid 
or  with  caustic  alkali. 

In  this  process  the  native  and  coagulated  albumins  undergo  a 
•change,  which  is  called  denaturation,  and  yields  derived  aBrnmins. 
When  it  is  effected  with  alkali,  the  product  is  termed  an  aOmminate 
or  alkali-albumin:  when  an  acid  is  employed,  a  syntanin  or  acid- 
albumin.  Both  these  classes  of  substances  differ  in  composition 
from  the  ordinary  proteids.    The  albuminates  and  sjrntonins  are 
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insoluble  in  water,  and  are  precipitated,  therefore,  by  neutralizing 
their  solutions. 

The  proteids  are  precipitated  from  solution  by  various  sub- 
stances, either  by  coagulation  or  by  the  formation  of  compounds 
insoluble  in  water.  Coagulation  is  effected  by  the  addition  of  min- 
eral acids,  preferably  nitric  acid. 

The  formation  of  compounds  insoluble  in  water  results  on  addi- 
tion of  salts  of  most  of  the  heavy  metals,  especially  copper  sulphate, 
ferric  chloride,  and  an  acidified  solution  of  mercuric  chloride.  The 
proteids,  therefore,  behave  like  weak  acids,  which  with  the  oxides 
of  these  metals  yield  compounds  of  the  nature  of  salts. 

Some  weak  acids  yield  insoluble  compounds  with  the  proteids, 
which,  therefore,  also  behave  as  bases:  in  this  respect  they  ex- 
hibit complete  analogy  to  their  main  decomposition-products,  the 
amino-acids.  Among  these  weak  acids  are  tannic  acid,  picric  acid, 
phosphotungstic  acidy  and  others.  The  proteids  are  completely  pre- 
cipitated from  solution  by  phosphotungstic  acid:  this  method,  in 
addition  to  coagulation  by  boiling,  and  precipitation  by  alcohol,  is 
employed  to  separate  liquids  from  dissolved  proteids. 

419.  Various  tests  for  proteids  are  known,  among  them  the  fol- 
lowing. 

1.  MiUons  reagent,  which  is  a  solution  of  mercuric  nitrate  con- 
taining ni4;rous  acid,  yields  a  red,  coagulated  mass  on  boiling. 

2.  The  xanthroprotetd-reactionf  which  consists  in  the  formation 
of  a  yellow  colouration  on  treatment  with  warm  nitric  acid. 

3.  The  hiuret-reactiouy  which  depends  upon  the  formation  of  a 
fine  violet-red  colouration  when  caustic  potash  is  added  to  a  proteid, 
and  then  a  two  per  cent,  solution  of  copper  sulphate  drop  by  drop. 
This  reaction  derives  its  name  from  the  fact  that  biuret,  on  similar 
treatment,  gives  this  colouration  (253). 

The  proteids  can  be  classified  into  the  following  groups. 

1.  Albumins,  which  are  subdivided  into  three  groups. 

(a)  The  naJtive  albumins,  including  serum-albumin,  egg-albumin, 
and  lact-albumin. 

(6)  Gldbvlins,  including  serum-globulin,  fibrinogen,  and  myosin. 

(c)  Coagvlated  albumins,  produced  by  heating  native  albumins 
or  globulins  in  neutral,  or  slightly  acid,  solution. 

2.  Decomposition-products  of  the  true  albumins.         ^ 
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(a)  Derived  albumins,  including  acid-albumins  or  S3mtonins,  and 
alkali-albumins  or  albuminates. 

(b)  Hydrated  proteidSy  including  albumoses  and  peptones. 

3.  Conjugated  protelds,  compounds  of  proteids  with  other,  usu- 
ally very  complex,  substances. 

(a)  Nucleoprotexda,  compounds  with  nucleic  acid. 
(6)  Hoeniogldhins, 

(c)  Glycoprotetds,  compounds  with  carbohydrates,  including 
mucins,  mucoids,  and  chondroproteids. 

4.  Albuminoids,  bodies  allied  to  proteids,  among  them  being 
gelatin,  chondrin,  elastin,  and  keratin. 

Some  particulars  of  the  various  classes  named  are  appended. 

The  native  albumins  are  the  best  known  and  most  readily  ob- 
tained of  the  proteids:  all  form  well-defined  crystals,  and  they  are 
therefore  among  the  few  substances  of  the  class  known  to  be  in- 
dividual chemical  -compounds.  They  dissolve  in  water,  and  in 
dilute  acids,  alkalis,  and  salt  solutions. 

Their  neutral  solutions  cannot  be  salted  out  with  sodium  chloride, 
magnesium  sulphate,  or  a  semi-saturated  solution  of  ammonium 
sulphate — ^a  method  of  separating  them  from  the  globulins,  wl^ch 
always  occur  along  with  them. 

The  globulins  are  further  distinguished  from  the  native  albumins 
by  being  insoluble  in  water,  although  they  dissolve  in  dilute,  neutral 
salt  solutions,  and  in  solutions  of  alkali-metal  carbonates.  At  30^ 
they  can  be  completely  salted  out  by  magnesium  sulphate,  and 
partly  by  sodium  chloride.  They  have  not  been  obtained  crystal- 
line. 

The  nucleoproteids  contain  phosphorus,  and  have  a  distinctly 
acidic  character.  All  of  them  turn  blue  litmus-red.  and  in  the 
free  state  they  are  only  slightly  soluble  in  water,  though  thei«* 
alkali-metal  salts  and  ammonium  salts  are  freely  soluble.  The 
solutions  of  their  salts  c|^o  not  coagulate,  and  can  be  boiled  without 
undergoing  any  change.  .^.^ 

Derived  albumins  are  referred  to  in  422. 

Hydrated  proteids,  including  albumoses  and  peptones,  can  be 
obtained  from  all  proteids  by  suitable  hydrolysis.  They  have  the 
proteid-character,  being  insoluble  in  alcohol,  and  answering  to  the 
xanthoproteid-test  and  biuret-test  (419,  2  and  3).  They  are  pro- 
duced by  the  action  of  gastric  juice  on  proteids,  and  are  to  be 
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looked  upon  as  intermediate  products  in  the  hydrol3rsis  of  proteids, 
the  albumoses  being'nearer  the  proteids,  and  the  peptones  nearer 
the  amino-acids. 

420,  Nearly  related  to  the  native  albumins  are  the  conjugaled 
proteidSy  compounds  of  proteids  with  other  substances,  usually  of 
a  very  complex  nature.  Like  the  native  albumins,  they  are  insol- 
uble'in  alcohol,  by  which  most  of  them  are  coagulated. 

Nucleoprotetds  derive  their  name  from  the  fact  that  they  are 
the  principal  constituents  of  cell-nuclei.  They  are  often  combina- 
tions of  albumins  with  niicZeirw— that  is,  compounds  of  albumins 
with  phosphoric  acid  or  a  nucleic  acid,  A  nucleic  acid  is  phosphoric 
acid  which  is  partially  saturated  by  union  with  basic  substances,  such 
as  hypoxanthine,  guanine,  xanthine,  etc.,  and  is  to  be  regarded  as 
an  amide.  The  composition  of  the  nuclei'ns  differs  considerably 
from  that  of  the  albumins :  they  contain  about  41  per  cent,  of  carbon 
31  per  cent,  of  oxygen,  and  5.7  per  cent,  of  phosphorus. 

The  nucleoproteids  have  a  markedly  acidic  character:  they  are 
soluble  in  water  and  very  soluble  in  caustic  alkalis.  They  answer 
to  the  same  colour-tests  as  the  albumins. 

There  is  not  much  difference  in  composition  between  the  nucleo- 
proteids and  the  native  albumins,  this  similarity  being  due  to  the 
small  amount  of  nuclein-substance  present  in  the  former.  They 
contain  phosphorus,  which  is  present  in  the  nuclein,  and  are  more 
acidic  than  the  native  albumins,  having  the  character  of  a  dibasic 
acid.  On  gastric  digestion,  followed  by  hydrolysis,  they  yield  xan- 
thine bases. 

HcBmoglobins  are  compounds  of  prot>eids  with  substances  con- 
taining iron,  haemoglobin  being  the  dye  of  red  blood-corpuscles.  It 
decomposes  into  proteids  and  hcematin,  and  unites  very  readily  with 
oxygen,  forming  oxyharrnoglobiny  from  which  the  oxygen  is  elimi- 
nated by  introduction  into  a  vacuum  or  treatment  with  reducing 
agents.  For  this  reason,  haemoglobin  p'\ys  an  important  part  in 
respiration.  It  unites  with  carbon  r  noxide  to  iorm. tarbonyl^ 
hcemoglobin^  which  is  unable  to  combine  with  oxygen:  on  this  reac- 
tion depends  the  poisonous  nature  of  carbon  monoxide. 

On  treatment  with  acetic  acid  and  sodium  chloride,  oxyhaemo- 
globin  yields  the  hydrochloride  of  haematin,  called  hosmin,  which 
crystallizes  in  characteristic,  microscopic  needles  of  a  brown-red 
colour.     The  reaction  furnishes  a  delicate  test  for  blood. 
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Olycoprotetds  are  compounds  of  proteids  and  carbohydrates. 
They  include  the  mucinSf  which,  like  the  nucleoproteids,  are  acidic 
in  character  and  insoluble  in  water,  but  soluble  in  a  small  quantity 
of  lime-water  or  alkali  solution.  The  liquid  thus  obtained  is  neutral, 
has  a  glutinous  appearance,  and  is  not  coagulated  by  boiling, 
Unlike  the  solutions  of  the  native  albumins,  these  solutions  are  not 
precipitated  by  nitric  acid.  When  boiled  with  acids  or  caustic 
alkalis,  they  yield  either  syntonins  or  peptones,  together  with  carbo- 
hydrates. The  presence  of  the  nitrogen-free  carbohydrates  makes 
the  percentage-amount  of  nitrogen  in  the  mucins  considerably  less 
than  in  the  native  albumins:  its  value  lies  between  11-7  and  12 '3 
per  cent. 

421.  The  albuminoids  differ  somewhat  more  in  composition  from 
the  albumins.  They  exist  only  in  the  animal  economy  in  the  undis- 
solved state,  being  the  organic  constituents  of  the  skeleton  and  the 
epidermis. 

They  include  various  substances,  such  as  keratin,  elastin,  gelatin, 
collagen,  and  chondrin. 

Keratin  is  the  principal  constituent  of  the  epidermis,  hair,  nails 
hoofs,  and  feathers.  It  is  particularly  rich  in  sulphur,  of  which 
it  contains  between  four  and  five  per  cent.  Its  decomposition- 
.  products  resemble  those  of  the  native  albumins.  With  nitric  acid  it 
gives  the  xanthoproteid-reaction,  the  origin  of  the  yellow  colour 
developed  when  nitric  acid  comes  into  contact  with  the  skin. 

Elastin  is  the  substance  constituting  the  yellow  fibres  of  con- 
nective tissue.  Its  decomposition-products  have  the  same  qualita- 
tive composition  as  those  obtained  from  the  native  albumins.  It 
is  insoluble  in  dilute  acids  and  caustic  alkalis.  It  is  dissolved  very 
slowly  by  the  gastric  juice. 

Prolonged  boiling  with  water  extracts  gelatin  from  connective 
tissues,  such  as  bone  and  white  fibrous  tissue,  it  being  formed  by 
the  interaction  of  the  water  and  the  collagens  present  in  the  tissue. 
At  the  boiling-point  the  solution  is  liquid,  but  gelatinates  on  cooling. 
Tannic  acid  and  mercuric  chloride  in  hydrochloric-acid  solution  pre- 
cipitate it,  but  it  is  unaffected  by  acetic  acid,  or  by  nitric  acid  and 
other  mineral  acids.  Boiling  with  dilute  sulphuric  acid  does  not 
yield  tyrosine  (347,  2),  indicating  that  gelatin  lacks  an  aromatic 
residue.  In  accordance  therewith  is  the  fact  that  Millon's  test 
(419,  1)  gives  no  red  colouration  with  pure  gelatin. 
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Chondrin  is  obtained  by  extracting  cartilage  with  boiling  water, 
the  solution  gelatinating  as  it  cools.  Acetic  acid  precipitates  chon- 
drin from  solution.  When  boiled  with  dilute  acids,  chondrin  yields 
a  decomposition-product,  chondrosin,  which  reduces  Fehling's 
solution.  Chondrin  is  a  derivative  of  gelatin  and  chondroitinsul- 
phuric  acid. 

422.  In  the  inferior  orders  of  animal  life  a  series  of  substances 
has  been  discovered  approximating  more  or  less  closely  in  chemical 
properties  to  the  collagens  and  to  elastin.  Among  them  is  spangin, 
the  principal  constituent  of  sponges,  which  is  much  more  stable 
towards  caustic  soda  and  baryta-water  than  collagen.  When  com- 
pletely hydrolyzed  by  boiling  with  dilute  sulphuric  acid,  it  yields 
leucine  and  glycine,  but  no  t3rrosine,  proving  it  to  be  a  collagen. 

On  prolonged  boiling  with  water,  silk  is  converted  into  fibroin^ 
which  is  not  decomposed  by  water  even  at  200*^,  and  sericin,  or 
silk-gum. 

Lastly,  comein  may  be  mentioned:  it  is  the  organic  constituent 
of  coral.  On  hydrolysis,  it  yields  leucine  and  an  aromatic  sub- 
stance of  unknown  composition. 
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HOMENCLATURE. 

In  March,  1907,  the  Chemical  Society  of  London  published  a 
new  system  of  nomenclature  for  proteids,  too  late  to  be  included 
in  the  text  of  this  edition.  A  summary  of  this  nomenclature 
follows. 

I.  The  word  Proteid  *— which  is  used  in  different  senses  in 
Great  Britain  and  Germany — should  be  abolished. 

II.  The  word  Proteiii  should  be  adopted  as  the  general  name 
of  the  whole  group,  in  accordance  with  the  present  usage  in  America 
and  Germany.  It  admits  readily  of  the  use  of  such  derived  words 
as  jyrotease  and  jyroieose.  If  used,  the  term  albuminoid  should  be 
regarded  as  a  synonym  of  protein. 

III.  The  sub-classes  should  be  as  follows. 

1.  Protamines* — ^These  are  simple  members  of  the  group. 
They  are  exemplified  by  substances  like  salmine  and  sturine  which 
have  been  separated  from  fish-sperm. 

2.  Histones. — These  are  more  complex  substances:  this  and 
the  previous  class  probably  pass  gradually  into  one  another.  They 
are  exemplified  by  the  histones  separated  by  Kossel  from  blood- 
corpuscles.  Precipitability  by  ammonia  is  one  of  their  distin* 
guishing  features. 

3.  iUbumins. — ^These  are  proteins  of  which  egg-albumin  and 
serum-albumin  may  be  taken  as  typical  examples. 

4.  Globulins. — ^These  are  proteins  \siiich  differ  from  the  albu- 
nuns  in  solubility;  they  are  more  readily  "salted  out"  from  solu- 
tion than  the  albumins.  They  are  exemplified  by  serum-globulin 
and  fibrinogen.  The  class  should  also  include  certain  derivatives 
of  globulins,  such  as  fibrin  and  myosin. 

Note, — ^The  carbohydrate-radical  separable  in  small  quantities 
from  many  members  of  Classes  3  and  4  is  probably  not  to  be  con- 
sidered as  a  "prosthetic  group",  as  it  is  in  the  gluco-proteins 

Ci,Vh 

♦  The  Chemical  Society  of  London  omits  the  diaeresis  from  such  words 
as  proteid,  protein,  etc.,  and  this  practice  has  been  adopted  in  this  system 

of  nomenclature. 
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A  satisfactory  general  term  to  include  proteins  coagulable  by 
heat  (Classes  3  and  4)  has  not  yet  been  suggested. 

5.  Sclero-proteins. — ^This  new  word  takes  the  place  of  the 
word  albuminoid  in  the  limited  sense  in  which  most  physiologists 
have  been  accustomed  to  use  it.  It  includes  such  substances  as 
gelatin  and  keratin.  The  prefix  indicates  the  skeletal  origin  and 
often  insoluble  nature  of  its  members. 

6.  Phospho-proteins. — This  class  includes  such  substances  as 
vitellin,  caseinogen,  and  casein.  The  prefix  nvcUo-  frequently  used 
in  relation  to  this  class  is  incorrect  and  misleading. 

7.  Conjugated  Proteins. — ^These  are  substances  in  which  the 
protein  molecule  is  united  to  a  ''prosthetic  group".  The  principal 
subdivisions  are 

a.  Nucleo-proteins. 

b.  Glvco-proteinSj  such  as  mucin. 

c.  Chromo-proteinSf  such  as  haemoglobin. 

8.  Derivatives  of  Proteins. — Of  these  the  products  of  protein- 
hydrolysis  (a  term  preferable  to  proteolysis)  require  special  atten- 
tion.   They  should  be  classified  as  follows. 

a.  Meta-proteins, — This  term  is  suggested  in  place  of  albumin- 
ate (acid-albumin,  alkali-albumin),  which  is  objectionable  because 
(1)  these  products  are  obtainable  from  both  albumins  and  globu- 
lins, and  (2)  because  the  termination  ate  implies  a  salt. 

6.  Proteoses. — ^This  term  includes  albumose,  globulose,  gelatose, 
etc.  The  subdivision  of  these  into  proto-proteoses,  hetero-proteoses, 
deutero-proteosesy  etc.,  and  the  various  modifications  of  Kijhne's 
original  classification  have  been  considered;  but  the  whole  subject 
is  still  too  unsettled  for  any  final  nomenclature  to  be  proposed. 

c.  Peptones, — ^This  term  should  be  restricted  to  the  further 
products  of  hydrolysis  which  differ  from  the  proteoses  inasmuch  as 
they  cannot  be  salted  out  from  solution  but  usually  resemble  them 
in  answering  to  the  biuret-test. 

Note. — At  present  it  does  not  appear  possible  to  classify  certain 
exceptional  substances.  Among  them  are  some  vegetable-products 
hitherto  regarded  as  peptones  which  do  not  answer  to  the  biuret- 
test,  and.some  vegetable-proteins  soluble  in  alcohol,  such  as  gliadin. 

d.  Polypeptides. — Most  of  the  polypeptides  are  synthetical  sub- 
stances, but  some  have  been  separated  from  the  products  of  protein- 
hydrolyas:  it  is  therefore  advisable  to  include  them  in  the  present 
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classification.  They  are  products  of  cleavage  beyond  the  peptone 
stage,  and  consist  of  two  or  more  amino-acids  in  association.  Most 
of  those  hitherto  prepared  do  not  answer  to  the  biuret-test. 

IV.  Caseinogen. — ^This  term  should  be  used  for  the  principal 
protein  in  milk,  and  Casein  for  the  derivative  obtained  from  it  by 
the  action  of  rennet. 

V.  The  two  principal  proteins  of  the  muscle-plasma  should  be 
termed  Paramyosinogen  and  Myosinogen.  The  term  Soluble 
Myosin  should  replace  von  Furth's  soluble  myogenrfibrin.  The 
term  Myosin  should  be  restricted  to  the  final  product  formed  during 
rigor  mortis. 
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A. 

Abbreviated  thennometers,  32. 
Abel,  Sir  Frederick,  38. 
Absolute  alcohol,  55,  91. 
Aoetal,  257. 

Acetaldehyde,  67, 129, 130,  X35-i3«, 
140-143, 144, 163, 173, 175, 177, 
180,  1S7, 192,  225, 226, 229, 247, 
257,  299,  409,  460,  486,  519. 
-ammonia,  135,  518. 
Acetals,  135,  136, 183,  281. 
Acetamide,  124, 125. 
hydrochloride,  125. 
AcetamidohydrazobemBene,  p-,  388. 
AcetaniUde,  379,  382,  452. 
Acetates,  110. 

Acetic  acid,  2,  17,  53,  58,  93,  103, 
104,  X06,  X08-110,  115,  117- 
120,  143,  167,  169,  186,  187, 
189,  200,  218,  219,  223,  255, 
262,  299,  301,  304,  366,  386. 
414,  415,  417,  450,  526,  536, 
558,559. 
Glacial,  31, 109,  379. 
anhydride,  117,  136,  189,  262,403, 

417,451,541. 
fermentation,  287. 
Acetoacetaldehyde,  361.   ^ 
Aoetoacetic  ^id,  300,  301. 
ester.    See  ethyl  aeetoacetat^ 
flfynthesis,  301. 
AcetochloroiBcalactose,  279. 
Acetone,  17,  53,  58,  59,  85, 129,  132, 
143.   144,  150,   152,   167,    160, 
162,   163,   175,   177,   179,    ISO, 
184,   187,  256,   258,   296,  300, 
305,  311,  361,  385,474,476,493. 
-dicarboxylic  acid,  305. 
oxime,  144. 
Acetonitrile,  101. 
Acetonuria,  144. 
Acetonviacetone,  357,  303,  527 
Acetophenone,  401,  416. 
Acetothienone,  528. 
Acetoxime  hydrochloride,  133. 
Acetyl-acetone,  256,  307. 


Aoetyl-chloride,  xx6,  X17,  118,  134, 
247,  256,  279,  299,  306,  325, 
397,  401,  622,  628. 

-cumaric  acid,  450. 

-dibenioylmethane,  310. 

-group  J 107. 

-mesidme,  458. 

-phenetidme,  443. 

-toluidine,  381. 
Acetylene,  39,    X55-1S9,   174,   181, 
187,317,361,416. 

bromide,  163. 

-dicarboxylic  acid,  213,  214. 
Acid-albumins.    See  syrUoniiu. 

anhydrides,  117,  205. 

azides,  126,  334,  335. 

chlorides,  1x6,  X17, 124,  130. 

decomi>osition,  300,  301,  302. 

hydrazides,  126. 

-ureides.    See  ureides. 
Acids,  CnHjnOj,  103-115,  127,  166, 
189, 190* 

CnH,n-iO„  166-17a 

C,H,0^,  168. 
Aci-modifications,  377. 
Aconitic  acid,  216. 

Acrolein,  164,  173,  174,  187.  188, 
265,518,529,531,532. 

-acetal,  174. 

-ammonia,  173,  517. 

-aniline,  531,  532. 
Acrose,  273. 

Aciylic  acid,  164,  166-168,  173,  248. 
Addition-reactions,  227. 
Adipic  acid,  197,  468,  505.-^ 
Adjacent  compounds,  359. 
Adrenaline,  546. 
Agari'us  miMoarttM,  297. 
Air-condenser,  22. 
Alanine,  247,  250,  549,  553. 

nit  rile,  447. 
Albumin,  373.' 
Albuminates,  554,  556. 
Albuminoids,  547,  556,  558. 
Albumins,  555,  557,  558 
Albumoses,  556.  557. 
Alcoholates.     See  alkoxides. 
Alcoholic  fermentation,  54,  251,  270, 
271   286-290. 
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Alcohols,  Aromatic,  370.  373. 

CoH,„+.-OH,   49-66,  78,  79,   81, 
83,  86,  116-118,  126,  145. 
Higher,  66. 
Aldehyde.    See  acetaldehyde. 
•    -ammonia,  135. 

-resin.  137,  138. 

sulphite  compounds,  131. 
Aldehydes,  127-143,  146,  165,  157, 
181,    183-185,    192,    196,    222, 
261,  349-401. 
Aldehydo-acidfi,  298. 

-alcohols.    See  sugars. 
Aldimes,  400. 

Aldohexoses,  259,  261,  276. 
Aldol.  137,  138,  174. 
Aldopentoaes,  276. 
Aldoses,  259,  260. 
Aldoximes,  132,  134. 
Aliphatic  compounds,  34,  35-347. 
Alizarin,  505,  509,  510. 

diacetate,  510. 
Alkali-albumins.    See  cUbuminales, 
Alkaloid-reagents,  541. 
Alkaloids,  531,  540-546. 
Alkoxides,  49, 66, 67, 74, 79, 104, 145. 
Alkyl-anilines,  383. 

-groups,  37. 

halides,  69-72,  74,  79,  83,  84,  95^ 
96.  145,  151,  162,  177. 

-hydrazines,  88. 

-hydroxylamines,  133. 

magnesium  halides,  98,   99,  103, 
119,132,314,315. 

nitrites,  90. 

-nitrolic  acids,  92. 

-sulphinic  acids,  81. 

-sulphonic  acids,  81. 
-     chlorides,  81 . 

-sulphuric  acids,  7»-74i  80, 147. 

-ureas,  331. 
Alkylenes.    See  olefinea. 
Allantoine,  339,  340. 
/12/ocinnamic  acid,  417. 
AUotropy  of  carbon,  20. 
Allo3can,  33^340,  342. 
Alloxantine,  339. 

Allyl  alcohol,  162, 163, 164, 165, 173, 
182, 186, 187,  x88, 192. 

-aniline,  531. 

bromide,  163,  181,  182. 

chloride,  102,  103. 

iodide, 163, 165, 166, 168, 187,  x88. 

t^othiocyanate,  323. 

magnesium  bromide,  168. 

-pyridine,  a-,  519. 

sulphide,  165. 
Allylene,  155,  156,  157. 
Aluminium  acetate,  no,  428. 

acetylacetone,  256. 


Aluminium  melUtate,  436. 

Amber,  203. 

Amic  acids,  200. 

Amidines,  126. 

Amidol,  444. 

Amidoximes,  126. 

Amine  hydrohalides,  84. 

Amines,  82-90,  94,   133,  375,  378- 

386,  434. 
Amino-acetal,  297. 
-acetaldehyde,  297. 
-acetic  acid.    See  glycine. 
-acids,  247-252. 
-alcohols,  194. 
-aldehydes,  297.* 
-azo-dyes,  429. 

,  -benzene,  413,  414,  427-430. 
-barbituric  acid,  340,  341. 
-benzenesulphonic   acid,    p-.    See 

sulphanUic  acid. 
-benzoic  acid,  o-.    See  ardhranUic 
acid. 

acids,  453,  463. 
-benzo^lformic  acid,  o-,  535. 
-butync  acid,  x-,  248. 

Lactam  of  j-^  248. 
•caproic  acid,  ae-.    See  lysine. 
-chloridea,  125. 
-cinnamaldehyde^,  532. 
-cinnamic  acid,  o-,  534. 
-glutaric  acid,  a-,  251. 
-^uanidine,  237. 

-uobutylacetic  acid.    See  leucine. 
-ketones,  297. 
-mandelic  acid,  o-,  535. 
-^-methylvalenc  acid,  a-     See  tso- 

leucine. 
-naphthalene,  456,  457 
-naphthol,  1:2-,  503. 
-nonoic  acid,  171. 
-phenol,  0-,  443. 

P-,  381,  390,  423,  438,  440,  443- 
-phenols,  443,  444. 
-phenylacetic  acid,  a-,  536. 

-hydroxylamine,  p-.  425. 

-p-aoetamidophenyiamine,  38S. 
-propionic  acid,  a-.     See  alanine 

/9-,  248. 
•succinamic  acid.     See  asparug\ne 
-succinic  acid      See  aspartic  acid. 
-thiophen,  529. 

hydrochloride,  528,  529. 
-valeric  acid,  a-,  549. 
Ammonium  carbamate,  234. 
cyanide,  3! 7. 
formate,  317,  318. 
iso-cyanate,  330,  331. 

-thiocyanate,  336. 
oxalate,  316. 
picrate,  442. 
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Ammonium  succinate,  205. 

thiocyaiiate,  336. 
Amysdalin,  318,  400. 
Am  vi  acetate,  I  so-,  118. 

alcohol,  Nonoal,  51,  $2,  79,  145, 
469  504. 

alcohols,  SI,  54,  61,  63,  73,  365. 

bromide.  Normal  primary,  71. 

chloride,  Nonnal  primary,  71. 
secondary,  71. 

iodide.  Normal  primary,  71. 
Optically  active,  62,  63. 

isovalerate,  /so-,  118. 

nitrite,  254,  407,  482. 

-sulphuric  acids^  149. 
Amylene,  Normal,  146. 
Amylenes,  147,  148,  149,  151. 
Amyloid,  294,  295. 
Angelic  acid,  166. 
Anhydro-bases,  443. 

-fonnaldehyaeanilixie,  380. 
Anilides,  379. 

Anilizie,  261,  267,  295,  376,  380,  381, 
382,    383,    386,    387,    38^394, 

413,  414,  423,  427,  438,  441, 
462, 463,  490-492,  505,  531,  532, 
538. 

-blue,  492. 

-dyes,  53,  375. 

hydrocWonaeT  382,  383,  407,  413, 

414,  492. 
nitrate,  407. 
-yellow,  429.   ' 

Animal  fats,  34,  xiz. 
Anisanilide,  405. 
Anisole,  374. 

-sulphonic  acid,  409. 
Ani^i-benzenediazonium    cyanide, 
412. 

-phenyl-ketone,  404. 
-ketoxime,  405. 
AnbchOtz,  506. 
Anthracene,  496, 505-507, 509-511. 

-oU,  363,  496,  505.  511. 
Anthranilic  acid,  444,  453,  459,  538. 
Anthranol,  509. 
Anthraquinone,  507-509,  510. 

oxime,  508. 
Anthraquinone-sulphonic  acid,  509. 
Antifebrine.     See  acetanilide. 
Antimony  pentamethide,  96. 
Antipyrine,  530. 

Antiseptics,  180,  372,  373,  445,  446. 
Apricot-stones,  266. 
Arabinosazone,  267. 
Arabinose,  264,  266,  267,  277,  278, 
289,  297. 

/-,  274. 

-methylphenylhydrazone,  275. 
Arabitol,  igi.  264.  267. 


Arabonic  acid,  267. 

Ai^inine,  337.  549,  553.  * 

Angol,  236. 

Armbihong,  356. 

Aromatic  compounds,  34,348-559. 

Arsenobenzene,  392,  393^ 

Arsines,  95,  96. 

Arsinobenxeue,  392,  393. 

Artificial  camphor.  480- 

Asparajgine,  251,  289. 

Aspartic  acid,  251,  549,  552,  553. 

Aspenda  odorata^  449. 

Asymmetric  carbon  atoms,  63,  65. 

tin  atoms,  97. 
Atropa  belladonna,  543. 
Atropine.  543. 
Azelaic  acid,  170,  197 
Azo-benzene,  387,  388,  390-393.  427. 

-dyes,  427  431^  438. 
Azoxybenzene,  387,  390,  391. 
Azulminic  acid,  317. 

B. 

Bacillus  acidi  lavolactici,  244. 
Badische  Anilin-  und  Soda-Fabrix, 

538. 
Baeter,  von,  146,    154,  207,  214, 
265,  314,  352,  354,  356,  357, 
401,  421, 471 .  512,  524,  532,  535. 
Balsam  of  Peru,  395. 

Tola,  353,  395. 
Bamberger,  391. 
Barbituric  acid,  340. 
Barium  acetate,  169. 
amylsulphate,  73. 
carbide.  324. 
ethylsulphate,  72,  73. 
stearate,  169. 
thiwyanate,  322. 
trithiocarhonate,  328. 
Baumann-Schotten  reaction,  397. 
Baumhauer,  von,  56. 
Bfckmann,  134. 

-transformation,  134, 171, 321 ,405. 
Beer,  55,  108. 
Behenolic  acid,  220. 
Beiustein's  test ,  5. 
Benzal  chloride,  399,  417,  419,  420, 

487. 
Benzaldehydc,   318,   373,   389,  394, 
397,  399-401,  416,  417,  420,  450 
471,  488,  494,  522,  523. 
-sulphurous  acid,  399. 
Benzaldime  hydi-ochloride,  400 
Benzald oxime,  403. 
Benzamide,  395,  397,  398. 
Benzanlside,  405. 
Benzanitald oxime,  405. 
Benzene,  17,  31 ,  34,  98, 157,  313,  327 
348,  351,  353-366,  368,  418-420 
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423,  425,  427,  432.  437,  440, 
462,  463,  468, 469, 471 ,  486, 487, 
497,  506,  508,  512,  517, 526-629. 
Benzene,  ^onstitulion  of,  353-358. 
-diazohydroxide,  413. 
-diazonium  chloride,  407,  409-411, 
413-415,  428,  429,  526,  529. 
hydroxide,  389,  408,  413. 
nitrate,  407. 
sulphate,  409. 
-sulphonic  acid,  430,  438. 
-disulphonic  acid,  m-,  419,  437. 

^,  419. 
hexabromide,  420. 
hexachloride,  420. 
Molecular  weight  of,  12. 
-sulphonic  acid,  360,  409,  469,528. 

chloride,  374. 
-m/ndiazo-chloride,  411. 
-hydroxide,  408,  411. 
Benzhydrol,  402. 

Benzidine,  388,  485,  486,  501,  502. 
-diazonium  chloride,  502. 
Fulphate,  388. 
-transformation,  388,  487. 
Benzil,  494,  495. 

dioximes,  494,  495. 
Benzilic  acid;  495. 
Benzine,  38. 

Benzoic  acid,  29,  30,  249,  353,  369, 
370,  3^3,  394-396,  397,  398,  401. 
416,  438, 439,  463,  469,  471 ,  485, 
492,  500,  508,  524. 
anhydride,  397. 
iminoether,  398. 
sulphinide,  o-.    See  saccharin. 
Benzoin,  494,  523. 

Benzo-nitrile,  385,  394,  395,  398,  403, 
516. 
-o-sulphamide,  438,  439. 
-phenone,  401,  402,  486. 

-oxime,  403. 
-purpurins,  501 ,  502. 
-quinone,  381,  421,  423,  424,  438, 
461,  471,  488,  502,  503. 
dioxime,  424. 
monoxime,  424. 
-trichloride,  394,  419,  420. 
Benzoyl-benzoic  acid,  o-,  508. 
chloride,  377,  395,  397.  402,  546. 
-hydrogen  peroxide,  401. 
-pipNBridine,  516. 
-serine,  550. 
Benzpinacone,  402. 
Benz^r/nald oxime,  403,  405. 
Benzyl  alcohol,  370, 373, 394, 399,400. 
-amine,  376,  385,  386. 
bromide,  369. 

chloride,  368-370,  373,  376,  386, 
398,  419,  486,  493. 


Benzyl  cyanide,  398. 

iodide.  370,  376. 
Benzylidenephenylhyd  roxvlanune. 

389. 
Bernthsen,  489. 
Berthelot,  2,  28,  35, 119,  265. 
Berzelius,  1. 
Betaine,  249,  250,  540. 
Betaines,  250. 
Beiterincx,  288. 
Bimolecular  reactions,  85, 122 
Biofles.    See  dioses. 
BiOT,  62. 

Bismarck-brown,  429,  430. 
Bismuihines,  96. 
Bismuth  mercantides,  79. 
Bismu^honium  bases,  96. 
Bitter  almonds,  318,  376. 
Biuret,  332,  555. 

-reaction,  332,  561,  555,  556.' 
Blasling  gelatine,  190. 
B0E8KKEN,  402. 

Boilkig-point  apparatus,  Eykm an^s^ 
18,  19. 
Determination  of,  31. 
BoNErr,  182. 

Borneo  camphor.     See  bameol, 
Bomeol,  481,483. 
Brain-substance,  194. 
Bran,  266. 

Branched  chains,  45. 
Brandy,  55. 

Brassidic  acid,  170,  219,  221. 
Brassy  lie  acid,  197. 
Brauw,  von,  516. 
Bredt.  483. 

Briaant  effect,  190,  296,  324. 
Bromination-method      of      Victor 

Meyer,  181. 
Bromlauge,  102,  264,  333. 
Bromo-acetyiidene,  163. 

•beuzene,  12,  354,  360,  363,  382, 
383, 393, 395, 410, 462, 500. 
-milphonic  acids,  437,  454. 

-benzoic  acid,  a-,  444. 
P-,  459. 

-benz(mhenone,  403. 

-benzyl  bromide,  o-,  606,  507. 

-ethylamine,  434. 

-fumaric  acid,  212,  213. 

-Mobutyric  acid,  168. 

-malcic  acid,  212. 
anhydride,  213. 

-malonic  acid,  230. 

-naphthalene,  a-,  500. 

-phenanthrene,  512. 

-propionic  acid,  a-,  227. 

-propylene,  ^-,  163. 

-thiophen,  527. 

-toluene,  p-,  459. 
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Bromoform,  179. 

Brucine,  645. 

BiitJHL,  309. 

Brutn,  Lobry  db,  67.    * 

BucHNER,  Kduard,  286,  287. 

Bulbs,  Potash-,  6,  7. 

BuNSBN,  96,  333. 

Butane,  36,  37,  4i|  42,  46. 

BUTLEROW,    161. 

Butter,  111. 

of  antimony,  353. 
Butyl-acetylene,  155. 
alcohol,  /«o-,  51,  52,  6o. 
Normal,  51,  52,  60. 
Secondary,  51,  52,  60. 
-amine,  87. 

bromide.  Normal  primary,  71. 
bromopropionate,  /«o-,  228. 
-carbinol,  /so-,  51,  61,  73,  251. 
Secondary,  51,  61,  73,  251. 
Tertiary  51. 
chloride,  Normal  primary,  71. 
-group,  37. 
iodide,  /«o-,  151. 
Normal  primary,  71. 

secondary,  191. 
Tertiary,  151. 
Butylene,  /«o-,  147,  151, 152. 

Normal,  1^46, 147,  218. 
Butyraldehyde,  Normal,  128. 
Butyrfcacid,  /so-,  no,  xii,  222, 264, 
4^2. 
Nonnal,  105,  106,  no,  in,  116, 
137,  167,  168,  262. 
Butyrrfactone,  224,  229. 
Butyryl  chloride,  Normal,  128. 
-group,  107. 

C. 

Cacodyl,  96. 

chloride,  96. 

oxide,  96. 

-test  jfor  acetates,  96,  no. 
Oadaverine.    See  pentamethylenediO' 

mine.    * 
Oftffeine,  341,  342,  343-345,  540. 
Calcium  acetate,  53,  108,  129,  143, 
187,  401. 

acetylene.     See  calcium  carbide. 

adipato,  350,  352,  467. 

benzoate,  353,  401. 

carbamate,  334. 

carbide,  158,  159,  324. 

citrate,  246. 

cyanamide,  324. 

diphenate,  486. 

etnylsulphate,  72. 

glycolDate,  224. 

-iso-bittyrate,  111, 

-n-butyrate,  HI. 


Calcium  pimclate,  352,  467. 

salicylate,  Basic,  445. 

suberate,  352. 

tartrate,  236. 
Calculation  of  formulae,  9-19. 

percentage-composition,  9-11. 
Calico-printing,  110,  247. 
Camphane,  480,  483,  484. 
Camphor,  481-484. 

-quinone,  482. 

Synthesis  of,  483. 

-sulphonic  acid,  c?-,  385. 
Camphoric  acids,  482,  483. 
Camphoronic  acid,  482,  483. 
Camphors,  366,  467,  481-4^. 
Cane-surar.     See  sucrose. 
Caoutcl|>uc,  159,  544. 
Capric  acid,  106, 143,  169,  471. 
CaproiCf'acid,  106,  111. 
Caprylid/acid,  106,  302. 
Caramel,  281. 
Caranei479,  4S0. 
Carbanlic  acid,  333,  334. 

chloride,  395. 
Carbamide.    See  urea. 
Carbazole,  505,  546. 
Carbinoi.    See  tnethyl  alcohol. 
Carbinols,  51,  52. 
Carbohydrates.     See  sugars. 
Carbolic  acid.'  See  phenol. 

oil,  363,  371,496. 
Carbon  chains,  45,  46. 

disulphide,  28,  35,  179,  328,  329, 
386,  505,  527. 

oxychloride.      See  carbonyl     chh- 
ride. 

oxysulphide,  322,  323,  329. 

suboxide,  302,  303. 

tetra-bromide,  36. 

-chloride,  36,  177,  179. 
Carbonic  acid,  327. 

esters,  328. 
Carbonyl  chloride,  178,  312,  327,  328, 
330,  384,  395,  402. 

-haemoglobin,  557. 
Carbostyril,  534. 
Carbylamines.     See  iaonitriles. 
Carbylaraine-test,  102,  380. 
Carius,  8. 
Carone,  480. 
Carvacrol,  478,  483. 
Carvone,  478,  479. 
Carvoxime,  478. 
Casein,  552,  553. 
Castor-seed,  112. 
Catalytic  action  of  cobalt,  36. 
copper,  130. 
iron,  39. 

mineral  acids,  122,  136,  141, 142. 
nickel,  35,  39,  131,  148,  469. 
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Catalytic  action  of  rhodium,  107, 108. 

Catechol,  361,  420,  424,  446,  510. 

Cayley,  47. 

CeUulose,  294-296. 

Cetyl  alcohol,  66. 

Chardonnet,  de,  296. 

Chattaway,  326. 

Chelidonic  acid,  310-312. 

Chdidonium  majus^  310. 

Chemical  reduction-products,  389. 

Chemistry  of  silicon,  97. 

Cheny-j^um,  266. 

Che\tieul,  113. 

Chitine,  297. 

Chitonic  acid,  297. 

Chitose,  297. 

Chloral,  57,  177,  219,  257,  258. 

alcoholatc,  257,  258,  304. 

hydrate,  257,  258,  298,  361. 
Chloro-acetic  acids,  219. 

-acetone,  150,  156,  1.61. 

amylamine,' e-,  515,  516. 

-aniline,  m-,  461. 
P-,  412. 

-benzene,  360,  368,  370,  410,  411, 
500.^ 
«yndiazocyanide,  o-,  412. 

-benzoic  acid,  w-,  439,  440. 
0-,  439,  440,  444.  . 
p-,  394,  440. 

-benzonitrile,  p-,  412. 

-benzopl^none,  403. 

-butyricAcid,^-,  218. 

-butyronitrile,  7--,  251. 

-caffeine,  344. 

-carbon^  419. 

-carbonic  esters,  328. 

-ethers,  192. 

-hexamethylene,  469. 

-methylene,  178. 

-naphthalene,  a-,  500. 

-nitrobenzene,  p-,  461. 

-phenol,  0-,  439. 
P-,  439. 

-propionic  acid,  «-,  250. 

-propylene,  «-,  161, 162. 
^-,  161,  162. 

-propylphenyl  ether,  y--;  515. 

-pyridine,  /ff-,  52iB. 

-tfimethylenc  bromide,  515. 

-toluene,  o-,  369. 
P-,  369. 
Chloroform,  17,  28,  57, 101,  I77-I79, 

219,  258,  310,  318,  487,  526. 
Chloroformic  esters.    See  chlorocar- 

bonic  esters. 
Chlorophyll,  524. 

-grains,  289. 
Chloropicrin,  336. 
Choline,  194,  540. 


Chondrin,  556.  558,  569. 
Chondroitinsulphonic  acid,  550. 
Chondroproteids,  556. 
Chond rosin,  559. 
Chromophores,  427. 
Chiysene^  513. 
Chiysoidme,  429. 
Cinchomeronic  acid,  535. 
Cinchonine,  545. 

malate,  231. 

mandektes,  450. 

ti-tartrate,  244. 

^tartrate,  244. 
Cineol,  475. 

Cinnamaldehyde,  416,  417. 
Cinnamic  acid,  416,  417. 

/«©-,  417. 
Cinnamyl  alcohol,  416. 
Citral.    See  geranial. 
Citric  acid,  246,  247,  283,  306,  542, 
Citromyces  glaher^  248. 

pfefferianus^  246. 
Citronitrile,  305. 
Claisen,  255,  256,  300,  304,  309- 

311,361. 
Classification  of  organic  compounds^ 

34. 
Clupeine,  352. 
Coa[j^uIated  albumins,  555. 
Coagulation,  554,  555. 
Coal,  155. 

-gas,  35,  145, 155, 158, 169, 496. 

-mine-explosions,  36. 

-tar.     Se«  tor. 
colours,  362^ 
Cocaine,  544. 

Coefficient  of  distribution,  29. 
Coflfee,  342. 
Cognac,  55. 
Coke,  362. 
Collagen,  558,  659. 
CoUidine,  517,  518. 
Collidines,  517,  518. 
Collie,  313. 
CoUoiion,  2<:6. 
Colophonium,  435. 
Colour-bases,  489,  490. 
Combustion-furnace,  5. 

of  peat,  139. 
wood,  139. 
Combustions,  5-7. 
Compound  ethers.    See  esfert. 
Condensation,  138. 
Condensed  rings,  349. 
Confectionery,  270. 
Conglomerate,  245. 
Congo-dyes,  501,502. 

-red,  501,  502. 
Coniine,  519,  520,  640,  543. 
Conium  maculaium,  542. 
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Oonjiigated  proteids,  547,  556,  667. 

system,  160. 
Constitutional  formula,  44,  61. 
Constitution  of  alcohols, 
CnH^+,.OH,  49-51. 
Contact-difference  of  potential,  347, 

388,389. 
Copper  acetylacetone,  256. 

acetylene,  166,  158. 

disodium  tartrate,  237. 

mercaptides,  79. 

-oxide. test,  4. 

-zinc  couple,  148. 
Coral,  669. 
Comein,  669. 
Cotamine,  646. 
Cotton.  294. 

-wool,  296. 
Crafts,  363^  364,  402. 
Cream  of  tartar,  236. 
Creosote-0il,  363,  371,  496. 
Cresol,  fh',  473. 

0-,  47$.  , 

p.,  37ft.  ^ 

Crcsol8,371,373. 
Croconic  acid,  425. 
Crotonaldehyde,  138, 172,  174. 

-ammonia.  617. 
Crotonic  acid,   166,  167,   i68,   170, 
17t,  174,  208,  210,  218,  223. 
l»o-,  168. 

Solid.    See  crotonic  acid. 
Cryoscopic  methods,  16-18. 

solvents,  16, 16,  17,  20,  366,  366. 
Crystal-violet,  490. 
Cmnaric  acid,  449. 
Cumarin,  449,  460. 
Cumarinic  acid,  449. 
Cumene,  366. 
Ciipric  cyanide,  316. 

phenylpropiolate,  416. 

xanthate,  329. 
Cuprous  cyanide,  316. 
Curarine,%45,  646. 
Current-density,  204. 
CuRTius,  262. 
Cyamelide,  320,  326. 
Qranamide,  ^^3,  SM*  332,  336,  337, 

541. 
Cyanhydrin-synthesis,  132,  222,  225. 
246,  265-267,  271 ,  274,  275,  278, 
289,  302. 
Cvanic  Hcid,  319,  320,  322. 
/80-,  320,  330,  341. 

esters,  321. 

i«o-,  321,329,331. 
Cyanides,  317-319. 
Cyano-acetic  acid,  200. 

-benzoic  acid,  a-,  435. 

-propane,  a-,  182. 


Cyano-quinolines,  634. 
Cyanogen,  198,  316,  317. 
chloride,  320,  321. 
derivati\^s,  316-326. 
Cyanuric  acid,  319,  320,  325,  336^ 
332. 
Insoluble.    See  cyamdide. 
Iso-,  325,  326. 
bromide,  325. 
chloride,  321,  325,  326. 
1'     esters,  325,  326. 

IsS-,  321,  325,  326,  334. 
Cyclic  compounds,  348. 
Cymene,  353,  365,  366, 398, 471, 472, 
479,  484. 
m-,  480. 

p-.    See  cymene. 
Cysteine,  550. 
Cystine,  650,  662,  653. 

D. 

Datura  atramaniunif  543. 

Davy,  Sir  Humphry,  327. 

Decamet  hylenedicarboxylic  acid ,  1 97. 

Decane,  41 . 

Definition  of  oi^nic  chemistry,  1. 

Deiman,  182. 

Denaturation  of  albumins,  554. 

ethyl  alcohol,  53,  57. 
Deoxy-caflfeine,  345. 
-compounds,  345. 
Depressimeter,  Eykman's^  17,  18. 
Depression  of  the  freezing-point,  16- 

18. 

Molecular,  16,  17. 
Derived  albumins,  554,  556. 
Detection  of  carbon,  3,  4. 

halogens,  4. 

hydrogen,  3,  4. 

nitrogen,  4. 

oxygen,  5. 

phosphorus,  3,  4. 

sulphur,  3-5. 

the  carbonyl-group,  134. 
Determination  of  Doiling-point,  31. 

melting-point,  31. 

molecular  weight,  12-19. 

specific  gravity,  32. 

vapour-densitv,  12-15. 
Developers,  199,  421,  443,  444. 
Dextrin,  291,  293,  294. 
Dextrins,  291. 
Dextrose,  53,  54,  225,  246,  268-271, 

273,  274,  278-282,  285,  288,  290. 

291,294,318,444,509,537. 
rt-,  268. 
ii-,  2(18. 
£-,  2r)8. 
Didhctcs  melliius,  144,  268. 
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Diacctoneamine,  143. 
Diacetyl,  255,  299. 
Diacetylenedicarboxylic  acid,  215. 
Dialdehydes,  253,  254. 
Dialkyl-phosphines,  94. 

-phosphinic  acids,  95. 
Diallyl,  253. 

Diamines,  193,  194,  205. 
Diamino-azobenzene.    See     chrysoi- 
dine. 

-phenol,  1:2:4-,  444. 

-stilbene,  p-,  493. 

-trihydroxydodecanic  acid,  549. 
Diamylene,  149. 
Diastase,  54,  279,  291. 
Diatoms,.  39. 

Diazo-acctic  ester.    See  ethyl  diazo- 
acetate. 

-aminobenzene,  413,  414. 

-benzenesulphouic  acid,  p-,  409. 

-compounds,  406-^14. 
An/i-,  406,  411. 
Syn-,  406,  411. 

-hydrates,     Anti-.     See     diazohy- 
droxideSf  Anti-. 
Diazonium  compounds,  371 ,  380, 386, 

406-414. 
Diazotates,    Anli-.     See    diazoxides, 

Anti-. 
Diazoxides,  An/t-,  412. 
Dibasic  acids,  431-436. 
Dibenzalket  ohexamet  hylene ,  47 1 . 
Dibenzhydroxamic  acid,  377. 
Dibenzyl,  493,  494. 

-amine,  38.'). 
Dibiphenylene-cthylene,  487. 
Dibromo-acptic  acid,  298. 

-bromobenzene,  m-,  354,  419,  459. 
0-,  354,  456. 
p-,  354. 

-brassidic  acid,  220,  221. 

-butyric  acid,  171. 

-erucic  acid,  219,  220. 

-mentjiane,  477. 

-menthone,  473. 

-nitroethane,  92. 

-propane,  aa'^.    See     trtmethylene 
bromide. 
a^-,  182. 

-pyridine,  545. 

-succinic  acid,  2x1,  212,  213,  231. 
/so-,  211,  212,  213. 

-thiophen  527. 
Dicarbonyl-bond,  281. 
Dichlorhydrin,  Symmetrical,  246. 
Dichloro^acetal,  257. 

-acetic  acid,  218,  219. 

-acetone,  246,  258. 

-benzene,  m-,  419. 

-isoquinoline,  534. 


Diethoxv-S-chloropurine,  2:6-,  344. 
Diethyl  bromosuccinate,  474. 
-carbinol,  51. 
carbonate,  327,  330,  334. 
diacetylsuccinate,  303. 
dibromomalonate,  303. 
d  ihyd  rocollid  ined  icarboxylat«  ,518. 
disodiomalonate,  201,  216,  350. 
disulphide,  80. 
ether.    See  ether. 
-ketone,  130. 
malate,  231. 

malonate^  200-202,  207,  421. 
monosodiomalonate,  201,  203,  215, 

216,  251,  306,  421,  435,  515. 
oxalacetate,  304. 
oxalate,  200,  311. 
phloroglucinoldicarboxylate,  422. 
succinate,  204,  207,  468. 
succinylsuccinate,  468. 
-sulphonedimethylmethane,  144. 
tetramethyienedicarboxylate,  350. 
xanthochelidonate,  312. 
Dihydric  alcohols.    See  glycols. 

phenols,  420,  421. 
Dihydro-anthracene,  507. 
-naphthalene.    See  naphthalene  du 

hydride. 
-pyrrole,  526. 
'  Dihydroxy-acetone.    See  glyceroae. 
-acids,  446. 

-anthraquinonc.    See  alizarin. 
-azobenzenesulphonic    acid.      See 

resorcin-yelhw. 
-fluorane.     See  fluoreecein. 
-naphthalene,  1:2-,  503. 
-phenanthrene,  512. 
-tartaric  acid,  361. 
Di-iodopurine,  343. 
Diisopropyl,  45,  48. 
Diketo-hexamethylene,  p-,  468,  470. 

-piperazine,  551. 
Diketones,  254-257. 
Dimethylracetylene,  167.  * 
-allene,  159,  160. 
-alloxan,  342. 
-amine,  84.  87,  384. 
-aminoazooenzene,  414,  428. 

-sulphonic  acid .    See  heliantkine. 
-aniline,  383-385,  401,  414,  42», 
488,  492. 

hydrochloride,  430. 

0-0-,  465. 

oxide,  385. 
-arsenioacid,  95. 
-benzenes.    See  xylenes. 
-diethylmercaptole,  144. 
ether,  76. 

-ethylcarbinol,  51,  159. 
-ethylene,  Symmetrical,  146. 
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Dimethyl-ethylene,    UnsQnnmetrical, 
146. 
-ketone,  129,  130. 
oxalate,  200. 
-phenylpyrazolone.    See    arUipy- 

rine. 
-phosphinic  acid,  95. 
-pyridines.     See  liUidines. 
-pyrone,  312-314. 
nydrochloride,  313. 
picrate,  313. 
sulphate,  74. 
-thiophen.     See  thtoxen, 
Dinaphthol,  a-,  501. 

5-,  501. 
Dinitriles,  196. 

Dinitro-benzene,  m-,  419,  42$,  426, 
461-463. 
0-,  436,  463. 
P-,  426,  463. 
-cellulose,  295,  296. 
-compounds,  193. 
-diphenyldiacetylene,  o-,  537. 
-ethane,  378. 
Aci-.  378. 
-a-naphthol.  502. 
-naphtholsuiphonic  acid,  502. 
-phenol,  2:6-,  426. 
«8tilbene,  jo-,  493. 
-thiophen,  528,  529. 
-toluene,  1:2:4-,  465. 
0-0-,  465. 
Bioses,  359,  266,  27^290. 
Dioxindole,  535,  536. 
Diozonides,  253,  254. 
Dipentene,  476-478. 
tetrabromide,  478. 
Dipeptides,  551. 
Diphenic  acid,  486,  487,  511. 
Diphenyl,  363,  388,  393,  4x0,  485, 
486,511,512. 
-amine,  379,  382,  383,  388,  492. 
-ethane.     Symmetrical.    See     di- 
benzyl. 
Unsymmetrical,  4S6. 
-ethylene,  Synunetrical.    See  stU- 

bene. 
-methane,  486. 
-thiourea,  386. 
-urea.  Symmetrical,  386. 
Diphenyleneketone,  486,  487. 
Dippel's  oil,  514,  524. 
Dipropyl,  44,  45. 
Disodium  salicylate,  445. 
DLstearin,  189,  207. 
Distillation,  22-28. 
-apparatus,  22-24,  26,  27. 
-flask,  22. 
of  wood,  53. 
Divi-divi.  446. 


Dodeca-hvdronaphthalcne,  503. 

-methylenedicarboxylic  acid,  197. 
Dodecane,  37,  41. 
Dodecyl-group,  37. 
Dorp,  van,  321,  435,  453,  534. 
Double  bonds,  153,  154. 
Drbwsen,  532. 
Dry-cleaning  process,  38. 
Dulcitol,  191,275. 
Dumas,  2,  7. 
Dutch  liquid,  182. 
Duty  on  alcohol,  58. 
Dynamite,  190. 

E. 

Earth-wax,  39. 

Ebullioscopic  methods,  15,  xT-ZQb 

solvents,  17. 
Ecgonine,  544. 
Egg-albumin,  555. 

-yolk,  194. 
Ehrlich,  251. 
Eicosane,  41. 
Elaidic  acid,  170, 171. 
transformation,  170. 
Elastin  552,  553,  556,  558,  559. 
Electrolytic  dissociation,  114,  115. 
Whods,  344-347,  388-391. 
kluction-products,  389. 
Eledtro-magnetic  rotation,  309,  310. 

I^thesis  of  acids,  204,  205. 
Elements  in  carbon  compounds,  3. 
"'     at  ion  of  the  boiling-point,  15, 

,  17-19. 
Emiulsin,  318. 

Eniintiomorphism,  244,  245. 
Enantiotropy,  403. 
Engler,  39. 
Enqlic  fonn,  306-^10. 
Ena  ilage,  225. 

Enz  ^mes,  54,  245,  271,  279,  286-396. 
Eos  n,  433. 
Epi(  hlorhydrin,  193. 
Equilibrium,  119. 
Em^rs  in  carbon-estimations,  9. 

Ihydroeen-estimations,  9. 
Eruiic  acid,  166,  170,  219,  220. 
Erythritol,  191. 
Erythroxylon  coca,  544. 
Esterification,  118. 
Ester-method ,  Fischer's,  549. 
Esters,  6^-74.  90,  117-123,  124. 
Estimation  of  carbon,  5-10. 

halogens,  8. 

hydrogen,  5-10. 

nitrogen,  7,  8,  11. 

oxygen,  9. 

phosphorus,  8. 

sulphur,  8. 
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Ethane,  36,  37,  41-43,  94,  98,  148, 
168,181,204. 
-tricarboxylic  acid,  203. 
Ethenylaminophenol,  443. 
Ether,  17,  28^31,  73,  74-76,  98,  178, 
192,  315. 
-synthesis,  Williamson's,  74. 
Ethers,  69,  74-77,  78,  79,  81,  145, 

374- 
Ethyl  acetate,  105,  X17,  "8,  119, 

121, 122, 124,  259,  296,  300, 304. 
acetoacetate,    300-303,    304-308, 

518,  530. 
-acetylene,  155. 
alcohol,  17,  31,  49-51,  52-58,  67, 

69,  72,  74-76,  79,  90,  91,  108, 

117-120,    122,    135,    140,    148, 

177-180,    185,    186,    192,    20'2, 

261,   253,   257,   268,    270,   271, 

279,   298,   :i00,  303,   307,  324, 

398,409,  421,473. 
-amine,  87, 100, 101, 194, 386, 398. 
-benzene,  363,  365,  369. 
benzoate,  395,  397. 
bromider  69-71,  73,  363. 
n-butylacetoacetate,  302. 
butyrate,  118,  205. 
-carbylamine,  100,  101. 
chlonde,  71,178, 181,364. 
chlorocarbonatc,    215,    306,    307, 

327,  334,  386,  395. 
chloro-oxalate,  399. 
coUidinedicarboxylate.  518. 
ropper-acetoacetate,  312. 
c>-anide,  100,  101. 
j'-cyanopropylmalonate,  251. 
cyanurate,  321. 
diazoacetate,  252. 
di-iodoacetate,  252. 
formate,  309,361,  493. 
formylphenylacetate,  309. 
fumarate,  216. 
glycolkte,  223,  252. 
-glycollic  acid,  222,  223. 
-group,  37. 
hydrogen     sulphate.    See     ethyl- 

"  sulphuric  acid. 
iodide,  49,  63,  71,  72,  74,  81,  86, 

90,  95,  105,  374. 
-isobutyl,  48. 
magnesium  bromide,  99. 
maleate,  213. 
-mercaptan,  144. 
mesoxaiate,  303. 
methanetricarboxylate,  215. 
methvl-acetoacetate,  305. 

-/«-Dutylacetoacetate,  302. 
monochloroacetate,  203,  216,   252, 

3U3. 
nitrate,  72. 


Ethyl  nitrite,  90. 

-nitrolic  acid,  92. 

n-octylacetoacetate,  302. 

orthoformate,  178. 

oxalate,  304. 

phenylacetate,  309. 

phosphate.  Normal,  72. 

phof^hite,  70. 

potassium  malonate,  204. 
succinate,  205. 

sodioacetoacetate,    300-303,    306, 
307. 

sulphate,  72,  73. 

sulphide,  80,  315. 

-sulphonic  acid ,  81 . 

-sulphuric  acid,  72, 73, 75, 148, 367. 
Ethylene,  88, 146, 147, 148, 150, 161, 

181,  182, 184. 
-bromhydrin,  434. 

bromide,  148,  150,  155,  161,  164, 

182,  203,  434. 

chloride,  150,  181,  182,  185,  186. 

cyanide,  203. 

-diatnine,  194. 

oxicJc,  185,-186, 194,  206,  522. 
Ethylidene  chloride,  130,  150    156. 
Eugenol,  452. 

ISO-,  452. 
Even  number  of  atoms.  Law  of  the^ 

46. 
Examples  of  analyses,  10, 11. 
Extraction  with  solvents,  28-30. 
Eykman,  16-18. 

F. 

Faeces,  536. 

Faraday,  365. 

Fats,  2,  39,  m,  112,  169,  189,  190, 
544. 

Fatty  acids,  103-105,  106, 107-115. 
compounds.     See    aUfhatic    com- 
pounds. 

Fehling's  solution,  237,  238,  260, 
415  559 

Fermentation,  54,  286-290. 
butyric    acid.    Sec    butyric   acid, 
formal. 

Ferric  acetate,  no,  266. 
Basic,  110. 
thiocyanate,  322. 

Fibrinogen,  565. 

Fibroiif,  552,  553,  559. 

Filterirfe-flask,  30. 

Filtratikn,  30. 

Fire-daiip,  35,36. 

F18CHEF,  Emil,  232,  249,  251,  252, 
273 ,  279,  281 ,  288,  297,  341 ,  343, 
344   434,549.550,552,553. 

FiTTio.  224,  36;i,  368. 

FiTi'iG'sWnthesis,  363, 368, 500, 527 
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Flash-point,  38. 

,  apparatus  of  Abel,  38. 
Flax,  295. 
Fluorane,  433. 
Fluoranthenc,  513. 
Fluorene,  486,  487. 
Fluorescein,  433,  434. 
Forqc,  Vital,  1. 
Fonkialdehyde,  53,  88,  129, 139, 140, 

268,  289,  380. 
Fortnaldoxime,  140. 
Formalin.     See  formaldehyde. 
Forhiamide,  125. 
Formates,  107. 

Formic  acid,  100,  io6-io8,  110,  115, 
140, 143, 174, 178,  188, iSg,  198 
258,  306,  319,  325,  366. 
Formonitrile.     See  hydrocyanic  acid. 
Formo8e,  265. 
Fonnyl  chloride,  400. 

-group,  107. 
Fortified  wines,  55. 
Fractional  crystallization,  30,  31. 

distillation,  22-26. 
curves,  25. 
Fractional  ing-apparat  us,  19. 

-columns,  24,  25,  54. 
Franchimont,  331. 
Friedel,  187,  363,  364,  402. 

and   Craft s's  synthesis,  363,  364, 
500,  528. 
Fructosazone,  d-.     See  C-glucosazone. 
Fructose,  d-.     See  lasvulose. 
Fruit -essences,  118. 

-sugar.     Sec  Ueiulose. 
Fulmmating  mercury,  324. 
Fulminic  acid,  324,  325. 
Fulvene,  351,  352. 
Fuinaric  acid,  208-213, 216, 231,  241 , 

242,  449. 
Furan,  349,  $21,523. 
Furfural.     See  furfuraldehyde. 
F^urfuraldehyde,  267,  268,  522,  523. 
Furfuramide,  523. 
Furfuran.     See  furan. 
Furfuroin,  523. 

Furfurole.     See  furfuraldehyde. 
Furfuryl  alcohol,  523. 
Fusel-oil,  55,  57,  59,  6^1,  73,  148,251. 

Gabriel,  434^  515. 
Galactonic  acid,  d-,  275. 
Galactose,  rf-,  275, 279, 280, 288, 290. 
Gallic  acid,  421,446,447. 
Gall-nuts,  446,  447- 

-stones.  550. 
Gas,  Coal-,  35,  145.  155,  158,  159, 
362,  355. 


Gaa-manufacture,  362. 

Gastric  juice,  556,  558. 

Gattermann,  410,  451. 

GatUtheria  procumbsnSy  444. 

Gelatin,  140,  447,  652,  553,  556,  558. 

Geranial,  174,  175. 

Geranic  acid,  174. 

Gera  iol,  174,  473,  475. 

Gbrhardt,  2. 

Germanium  alkldes,  96. 

German  process  for  vinegar,  108. 

Gernez,  62. 

Gin,  55. 

Glacial  acetic  acid,  31,  109. 

Globulins,  555,  656. 

Gluconic  acid,  d-,  269,  273,  279,  280. 

Glucosamic  acid,  d-,  297. 

Glucosamine,  297. 

Iiydrochloride,  297 
Glucosazone,  d-,  269,  272,  275. 
G  lueose ,  d- .     Se«  dextrose, 

-^268. 

Z-,  268,  274,  288. 
Glucosides,  281,  282,  318,  444,  447, 
509,  537. 

Artificial,  281,282. 
Glucosone,  d-,  272, 274. 
Glue  249. 

Glutamic  aci\  549,  652,  653. 
Glut  amine,  251. 
Glutaric  acid,  197,  205,  267,  351. 

anhydride,  205. 
Glyceraldehyde,  265,  273. 
Glyceric  acid,  186,  299. 
Glycerol,  54,  111-113,  173,  186-190, 

191,192,264,270,397,531. 
Glycerophosphoric  acid,  194. 
Glycerosazone,  264. 
Glycerose,  264. 

Glyceryl   monoformate.    See   moru>» 
formin. 

tri-lx;nzoate,  397. 

-nitrate.     See  nitroglycerine. 
Glycine,  2*22,  247,  249,  250,  251,  549, 
550,  552,  55;},  559. 

Copper  salt  of,  249. 

ethyl  ester,  252,  551. 

hydrochloride  ethyl  ester,  249. 
GlycocoU.     See  glycine. 
Glycofjen,  294. 
Glycol,  163,  184-186. 

-chlorhydrin,  147,  185. 

-dichlorhydrin,  192,  193. 

diethyl  ether,  185. 

monoethvl  ether,  185. 
Glycollaldehyde,  264,  649. 
Glycollic  acid,  222, 223, 224, 230, 253, 

271,298. 
G'ycollide,  224,  230. 
Glycols,  183-186,  196,  206. 
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Giycoproteids,  556,  558. 
Glycyl-alanine,  552. 

-glycine,  551. 
Glyoxal,  231,  253,  298,  361. 
Glyoxylic  acid,  298,  304,  339. 

GOLDSCHMIDT,  414. 
GOMBERG,  493. 

Gout,  341. 

Grapes,  268. 

Grape-sugar.    See  dextrose. 

Graphic  mMhod ,  Eykman'b,  16. 

Griess  406 

Grignard,  98,  99, 103, 119, 132, 314. 

Guaiacol,  420. 

Guanidinc,  336,  337. 

thiocyanate,  336. 
Guanine,  341,  557. 
Gum-arabic,  266. 

-benzoin,  353,  395. 
Gdncotton,  190,  296,  324. 

H. 

Haber,  390,  391,425. 

Hsematin,  557. 

Hsemin,  557. 

Hffimoglobin,  552,  553,  556,  557. 

Halogen-benzofc  acids,  439,  4^. 

-carriers,  369. 

derivatives  of  methane,  177-180. 
homologues,  180-182. 

-hydrins,  192. 

-phenols,  439. 

-substituted  acids,  217-221. 

-sulphonic  acids,  437. 
Hambly,  330. 
Hantzsch,  377,  406,  408.  411,  412, 

490,  518. 
Hard  water,  114. 
Harries,  253,  254. 
Heating  substances,  21 ,  22. 
Heavy  oil,  363. 
Helianthine,  430,  438. 
Hbmpel,  24. 
Heneicosane,  41. 
Hentriacontanc,  37,  41. 
Heptamethylene,  543. 
Heptane,  41,  63. 
Heptapeptides,  553. 
Heptonic  acids,  266. 
Heptoses,  259.  266,  275. 
Heptyl  alcohol,  Normal,  52. 
Heptylicacid,  106,302. 
Herring- brine,  87. 
Heterocyclic  compounds,  349,  514- 

530. 
Hcxa-chloroothane,  181,  182. 

-contane,  36,  41. 

-decane,  41. 

-hydric  alcohols,  260,  262, 263,  273. 


Hexa-hydro- benzoic  acid,  469,  471. 
-cymene.     See  menthane. 
-phenol,  469,  471. 
-hydro3nrbenzene,  423,  425. 
-methylbenzene,  157. 
-methylene,   348,  354,  422,  467- 
469,  470. 
-amine,  139,  140. 
derivatives,  352,  467-471. 
-met  hylt  riaminot  riphenylmethane. 

See  crystal' violet. 
-phenylethane,  493. 
Hexane,  36,  41,  44,  45,  47,  4^,85. 

Cydo-.    See  hexamethylene. 
Hexodioses,  259,  278. 
Hexonic  acids,  260,  271-274. 
Hexoses,  259,  261-263,  267,  26^-2 78, 

287,  291 ,  303,  470. 
Hexotrioses,  259,  290. 
Hexyl  alcohol,  Nonnal,  52. 

iodide,  Normal  secondary,  262. 
Hexylene,  146. 

Higher  alcohols,  CnH^n+.-OH,  66. 
Hippuric  acid,  249,  395. 
Histidine,  550,  553. 
HoFP,  van't,  17,  63,  66,  243. 
HOFMANN,  15,  83,  87 
Homocyclic  compounds,  349,  514. 
Homologous  series,  40. 
Homo-pnthalic  acid,  534. 

-phthalimide,  534. 
Honey,  271. 

-stone,  436. 
HooGEWERFF,  321,  435,  453,  534. 
Hops,  55. 
Howard,  324. 
Humic  substances,  275. 
Hydrated  proteids,  556. 
Hydrazines,  383,  414,  415. 
Hydrazo-benzene,  387, 388,  390, 391, 
485. 
-benzoic  acid,  m-,  486. 
Hydrazones,  134,  135,  261. 
Hydro-aromatic    irompounds,    467* 
484. 
-benzamide,  400,  417,  523. 
-benzoin,  494. 
-carbons,  CnHan,  145-154. 
CnHjn-j,  154-160,  162. 
-cinnamide,  417. 

-cinnamylcarboxylic  acid,  o-,  504. 
-cyanic  acid,  222,  226,  250,  261, 
287,  297,   305,    317,  3x8,  319 
323,  400,  450,  451. 
-cyclic    compounds.     See     hydro- 
aromatic  compounds. 
-ferrocyanic  acid,  314. 
-naphthalenedicarboxylic         acid. 

497. 
-phthalic  acids,  471. 
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Hydro-quinone.     See  qainol. 
Hydrolysis,  102. 
Hydrolytic  dissociation,  113. 
Hydroxamie  acids,  93. 
Hydroxy-acelic   acid.    See   glycoUic 
add. 
-acids.  Dibasic,  230^246. 
-aldehydes,  451 ,  452. 
-azo-benzene,  o-,  387. 
P-,  387,  414,  428. 
-dyes,  429. 
-benzaldehyde,  p-,  451 . 
-benzoic  acid,  m-,  446. 
0-.    See  acUicylic  acid. 
p.,  446,  459. 
•  butyric  acid,  a-,  137. 
/?-,  166,  223. 
r-,  224,  229. 
-cinnamic  acid,  o-,  449. 
-cymene.     See  thymol. 
-ethylamine,  434. 
-iso-butyric  acid,  a-,  222. 
-methyibenzoic  acid,  432,  449. 
-pbenylpropionic  acid,  p-,  449. 
-proline,  550. 

-propionic    acid,    a-.    See    lactic 
acid. 
^-,  223.  224. 
-propylene,  /9-,  163. 
-quinoline,  2-.     See  carbostyril. 
-quinolines,  533,  534. 
-stearic  acid,  170. 
-succinic  acid.     See  malic  acid. 
-tet rahyd ropy rrolecarboxylic  acid . 

See  hydroxy  proline. 
-toluenes.     See  cresola. 
Hyoscyamine,  543. 
Hypnone,  401. 
Hypoxanthine,  341,  557. 

I. 

Imino-chlorides,  125. 

-ethers,  125,  126. 
Immiscible  liquids.  Separation  of,  28- 

30 
India-nibber,  328. 
Indican,  537. 

Indigo,  380,  401,  431,  441,  453,  531, 
535,  536-539. 

-brown,  537. 

-gluten,  537. 

-red,  537. 

-siilphonic  acids,  401,  538. 

-vatting,  538. 

->^hite.  538,  539. 
Indigofera  lefoslychaf  537. 

iinc  oria,  537. 
Indigotin,  537,  538. 
IndSe,  531,  535,  536,  546. 


Indophenin-ieaction,  526. 
Indoxyl,  537,  638. 
Ink,  447. 
Inositol,  470,  471. 

hexa-acetate,  471. 
Introduction,  1-34. 
luulin.  271. 

Inversion,  268,  281,  285,  286. 
Invertase,  287,  288. 
Invert-sugar,  225, 268,  270,  281,  286. 
lodaL  179. 

lodo-benzene,  370,  485. 
dSchloride,  370 
-butane,  a-,  182. 
-ph  snol,  439. 

-pw  pionic  acid,  /9-,  167,  218,  248. 
Iodof(  rm,  57,  58,  179,  180. 

-tes  ,  180. 
Iodo6<  benzene,  370. 
lodox  rbenzene,  370. 
loniza  lion-constant,  114. 
Ionon<f,  175, 176. 
Iron,  as  a  cryoscopic  solvent,  20. ' 

Catalytic  action  of,  39. 
Irone,  176. 
Isatin,  535,  536. 
chloride,  536. 
Iso-SLinyl  acetate,  118. 
rsovalerate,  118. 
-butyl  alcohol,  51,  60. 
bromopropionate,  228. 
-carbinol,  5I1  61,  73,  251. 
iodide,  151. 
-butylene,  147,  151,  152. 
-butyric  acid,  no,  in,  222,  264 

482. 
-camphoric  acids,  482. 
-cinnamic  acid,  417. 
-crotonic  acid,  168. 
-cyanic  acid,  320,  330,  341. 

esters^  321,329,331. 
-cyanunc  acid,  325,  326. 

esters,  321,  325,  326,  334. 
-dibromosuccinic  acid,  21 1, 21 2,213. 
-eugenol,  452. 
-lactose,  279. 
-leucine,  250,  251. 
.    -maltose,  291. 

-nicotinic  acid,  520,  521. 
-nit  riles,  100-102,  178,  179. 
-nitroso-camphor,  482. 

-ketone%254. 
-phthalic  acid,  435,  436. 
-propyl  alcohol,  51,  58,  59,  144, 
184,  187. 
-amine,  83. 

-l^enzene.     See  cumene. 
-carbinol.     See  iaobtttyl  alcohol. 
iodide,  44,  45, 110, 150, 151, 187, 
188,  189. 
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/«o-purone,  345. 

-quinoline,  631,  534,  535,  540,  545. 

sulphate,  534. 
-saccharic  acid,  297. 
-th'ocyanic  esters,  322,  323,  329. 
-urea,  332. 

-valeraldehydeammonia,  250.  ' 
Isomeric  compounds,  Physical  prop- 
erties of,  48. 
Isomerides,  42. 

Number  of  possible,  46,  47. 
Isomerism,  3,  42. 

of  the  alcohols  CnHjnXj .  OH,  51 ,  52. 
amines,  83. 
ethers,  77. 
paraffins,  42-48. 
Optical,  spaeial,  or  stereochemical. 
See  stereoisomerism. 
Isoprene,  159. 


Japan  camphor.    See  camphor. 
JULINS,  419. 

K.  ' 

Kalkstickstoff,  324. 
Kekuli:,  353,  357,  358. 
Kephir-granule.s,  279. 
Keratin,  562,  553,  556,  558- 
Keto-alcohols.     See  sugars. 

-aldehydes,  255. 

-heptamet  hylene,"  352. 

-hexamethylene,  362, 467, 468, 471 . 

-hexoses,  259. 

-pentamct hylene,  350,  351,  467. 

-stearic  acid,  171. 
Ketone  decomposition,  300,  301,  302. 
Ketones,  59,  127-135,  143,  144,  152, 
155,    157,    181,   184,   192,   222, 
401,  402. 

Mixed,  130. 

Unsaturated,  175,  176.        \ 
Ketonic  acids,  299-310.  \ 

form,  306-310. 
Ketoses,  259,  260. 
Ketoximes,  132. 
Kiesclguhr,  190. 

KjELDAHL,  8. 

Klason,  326. 

Knop,  333. 

Knorr,  530. 

KoLBB,  2,  52,  204,  444. 

KoMPPA,  483. 

KoNiGS,  531,  545. 

KOkner's  principle,  455,  456,  459. 

.  CossEL,  549,  552. 

iVRAFfT,  169. 

KOsTER,  237. 


\ 


L. 

lAboratory-methods,  21-33. 

Lactalbumin,  555. 

Lactams,  248. 

Lactase,  279. 

Lactic  acid,  221-223,  224-226,  271. 

Dextro-,  226,  244. 

I.CBVo-,  226,  244. 

Racemic,  226,  244. 
fermentation,  225,  287. 
Lactide,  223. 
Lactobionic  acid,  280. 
Lactones,  219, 224, 22^-230, 266, 267. 

273,  489. 
Lactonitrile,  22^,  247. 
Lactose,  225,  274,  280,  282. 

IsO',  279. 
Ladenburg,  457,  519. 
Laevulic  acid,  175,  275,  303. 
I^vulose,    268,  271-273,   274,   281, 

282,  288,  290,  302. 
Lakes,  510. 
Lasbaigne's  test,  4. 
Laurent,  2. 

Polarimet«r  of,  32,  33. 

LAtrvVERENBURGH,  182. 

Law  of  Berthelot,  28. 
dilution,  114. 

the  even  number  of  atoms,  46. 
Lead  acetate,  no,  285. 
Basic,  110. 

mercaptides,  79. 

oleate,  169. 

pahnitate,  169. 

stearate,  169. 

thiocyanate,  516. 
Lecithin,  194,  195. 
Lecithms,  194,  195. 
Lemonade,  247. 
Lemon-grass,  Oil  of,  174. 
Leucine,  250,  251,  549,  662,  553,  559. 

Iso-,  250,  251. 
Leuco-bases,  489. 

-malachite-green,  488. 
Leuconic  acid,  425. 

pentoxime,  425. 
LiEBiG,  2, 5, 8, 21 ,  286, 320, 333,  648. 

Condenser  of,  21,22. 
LlEBRE  ICH,  258. 
Light  oil,  363,  514. 
Lignin,  267,  294,  295. 
LigroTn,  38. 
Lime-water  test,  4. 
Limonene  nitrosochloride,  478. 
Limonenes,  476-478. 
Linen,  294,  295. 

LlNNEM.\N,  24. 

Linoleic  acid ,  172. 
Linseed,  291. 


INDEX. 


677 


Linseed-oil,  172. 

Liqueurs,  2f70. 

Liauids,  Separation  of  solids  and,  30. 

Litnium  urate,  341. 

Low  wines,  55. 

LuMi^RE,  443. 

Lupine  seeds,  251. 

Lutidines,  517. 

Lyddite,  442. 

Lysine,  251,  252,  549. 

M. 

Madder-root,  509. 

Madeira,  55. 

Magenta,  130,  491. 

Magnesium  halides,  Alkyl,  98,  99, 

103,  119,  132. 
Malachite-sreen,  487,  488,  491 . 
Maleic  acid,  208-213,  231,  240-242. 
449. 

anhydride,  208,  210,  213. 
Malic  acid,  208,  230,  231,  251,  305, 

542. 
Malonic  acid,  172, 197,  200-203,  205, 
215,304  340,417. 

-ester  synthesis,  202. 
Malonylurea.    See  barbituric  acid. 
Malt,  54,  55. 
Maltase,  288. 
Maltobionic  acid,  279. 
Maltoisizone,  279. 

Maltose,  54,  279,  280,  282,  288,  294. 
Mandelic  acid,  450. 
^,  244. 
r-,  244. 
Manneotetrose,  290. 
Mannitol,  191,  264,  273. 

i.,  273,  296. 
!Manno-heptonic  acid,  289. 

-heptose,  275. 

-nonose,  275. 

-octose,  275. 

-saccharic  acid,  d-,  273,  278. 
Mannonic  acid,  d-,  273. 

t-,  273. 
Mannosazonc,  d-.    See  d-glttcosazone. 
Mannose,  d-,  264,  273,  274,  275,  278, 
288,  289, '294.   • 

i-,  273. 

^,  274. 

hydrazone,  d-,  273. 
Marckw^ald,  244. 
Maigaric  acid,  106. 
Mai^rine,  111. 
Maiigaryhnethylketone,  169. 
MarSi^as,  35. 
Martius's  yellow,  502. 
Mecoiiic  acid,  544. 
Meconin,  545. 


Meconinic  acid,  544. 

Melediose,  279,  290. 

Meliitic  acid,  436. 

Mendel KEFF,  56,  96. 

Mendius's  reaction,  102. 

Menschutkim,  85,  123,  379. 

Menthane,  472,  474,  479. 

Menthanol,  3-.     See  menthol. 

Menthenes,  475. 

Menthol,  244,  472,  476. 

Monthone,  472,  473. 

Mereaptans,  78,  79,  80,  81,  117,  323, 

335,  374. 
Mercaptides,  79. 
Mercurialis  perenniSy  87.         r^ 
Mercuric  cyanide,  256,  316,  Ji8. 

formate,  107. 

fuhninate,  296,  3241  325,  328,  426. 
Mercurous  formate,  107. 
Mercury  acetate,  393. 

alkidcs,  99. 

mercaptides,  79. 

phenide,  393. 

thiocyanate,  322. 
Mcsitylene,  361,  365,  457. 
Mesitylenic  acid,  459. 
Mesoxalic  acid,  303,  304,  330. 
Mesoxalylurea.    See  cUloxan. 
A/eto-compounds,  359. 
Metaldehyde,  142,  143. 
Metallic  acetylenes,  156. 

alkides,  97-99. 
Metastyrole,  416. 
Methacrylic  aoid,  168. 
Methane,  34,  35-37,  39,  40,  41,  42, 
43,  98,  no,  131,  158,  177,  353. 

homologues,   Halogen  derivatives 
of,  180-182. 

-tricarboxylic  acid,  215. 
Methyl  acetate,  123. 

-acetanilide,  383. 

-acetic  acid .    See  propionic  acid. 

-Rcetoacetic  acid,  3106. 

alcohol,  52,  53,  67,  79,  85,  88,  107 
139,  140,  200,  332,  383,  409. 

-alloxan,  342. 

-allylphenylbenzylammonium    hy- 
droxide, 385. 

-amine,  84,  87,  318,  323,  33^,  546 

-aniline,  ^82,  415,  525. 
hydrochloride,  518. 

-benzene.     See  toktene. 

bromide,  71. 

-n-butylacetic  acid ,  302. 

-carbvlamine,  101. 

chloride,  36,  71, 147,  363,  369,  383 

cyanide,  101. 

-diethylmethane,  48. 
ethyl-acetic     acid.    See     valerio 
acidy  Active. 
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Methyl-acetylene,  157, 158. 
-amine,  83,  87. 

-carbiiiol.     See  butyl  alcohol ,  Sec- 
ondary. 
ether,  74. 

-ketone,  132,  143,  255,  305. 
-malonic  acid,  aoi,  202,  227. 
glucoside,  281. 
-glyoxal,  270,  271. 
osazone,  270. 
-group,  37. 
•heptenone,  176. 
-indole,  3-.    See  skatok. 
iodide,  43,  44,  71,  201,  306,  382, 
— P»      415,   420,   442,  462,    515,   516, 
.    541. 

-isopropyl-benaene,    p^.    See    cy- 
merve. 
-carbinol,  51, 159. 
-ketone,  160. 
-ketones,  131,  156,301. 
-malonic  acid,  201. 
mercaptan,  79. 
-naphthalene,  a-,  500. 

/?-,  500. 
-npnylketone,  143,  302. 
-orange,  430. 
-phenyl-hydrazine,  275,  415,  630. 

-pyrazolone,  530. 
-phoaphine,  95. 
picrate,  442. 
-propyl-carbinol,  51. 

-ketone,  129. 
-pyridines.    See  picoHnea, 
-pyrrole,  a-,  525. 

N-,  526. 
-thiophen.    See  thiotolen. 
-urea,  332,  342. 
-violet,  492. 
Methylated  ether,  76. 

spirit,  57,  68,  75. 
Methylene,  147. 
chloride,  179,  486. 
-diphenyldiamine,  380. 
iodide,  180,  450. 
Meyer,  R.,  433,  434. 

Victor,  13^15,  181,  466,  626,  528, 
529. 
Michler's  ketone,  384. 
Milk,  280. 

-sugar.     See  lactose. 
Millon's  reagent,  555,  558. 
Mineral  acids,  Catalytic  action  of,  22, 

136,141,142. 
Mixed  crystals,  245. 

ketones,  130. 
Mobile  equilibrium.  Principle  of.  Ill, 

121,  122. 
Mois8.\N,  39. 
Molasses.  249. 


Molecular  as80ciation,41 . 
depression   of  the   freezing-point. 

16,  17. 
elevation  of  the  boiling-point,  16. 
weight  of  carbon,  20. 
Mono-alkyl-phosphines,  94. 
-phosphinic  acids,  95. 
-basic  hydroxy-acids,  221-230. 
-bromo-acetaldehyde,  264. 
-acetic  acid,  218. 
-benzene.     See  bromoberuene, 
-butylene,  152. 
-erucic  acid,  220. 
-succinic  acid,  208. 
-carbonyl-bond,  280,  281. 
-chloro-acetAl,  297. 

-acetic  acid,  200,  218,  219,  224 

247,  249,  250,  538. 
-benzene.     See  chlorobenzene, 
-ether,  192. 
-succinic  acid,  231. 
-halogen  compounds,  368-370. 
-hydroxy-acids,  444-446. 
-iodo-acetic  acid,  218. 

-benzene.    See  iodobenzene. 
-methyl-aniline.    See      methylani- 
line. 
-arsenic  acid,  95. 
-phosphinic  acid,  95. 
-nitrocellulose,  295,  296. 
-sulphonic  acids,  367,  368. 
Monoformin,  188,  189. 
Monoses,  259-278, 279, 280, 287, 289, 

291,648. 
Mpnostearin,  189,  207. 
Monotropy,  402,  403. 
Moore,  422. 
Mordants,  110,  428,  610. 
Morphine,  644. 
Mouneyrat,  181. 
Mucic  acid,  275,  523. 
Mucins,  556,  558. 
Mucx^ids,  666. 
Multirotation,  269. 
Murexide,  339. 

-test,  339. 
Muscarine,  297.  640. 
Musk,  Artificial,  426. 
Mustard-oils,  323,  336, 388. 

-seeds,  323. 
Myoein,  556. 
Myricyl  alcohol,  66. 

N. 

Naphtha,  38,  67. 

Naphthalene,  17,  349,  362,  431,  46^ 
457,  496-505,  507,  538. 

Constitution  of,  498. 

-dicarboxyjic  acid.  Peri-,  499. 
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Naphthaline  dihydride,  49S,  503. 

-sulphooic  acid,  a-,  501. 
Naphthaquinone,  a-,  502,  503. 

Napiithenes,  467. 
Naphthionic  acid,  602. 
Naphthoic  acid,  a-,  500. 

;?-,  500. 
Naphthol,  a-,  497,  500,  501. 
A-,  501. 

-trisulphonic  acid,  a-,  502. 
-yellow,  502, 
Naphthylamine,  a-,  501,  502,  504. 
^-,501,504. 
-sulphonic  acid,  1:4-.    See  naph- 

Ihionic  acid. 
tetrahydride,  a-,  504,  506. 
/?-,  504. 
Narcotine,  544,  545. 
Native  albumins,  547,  654,  555,  556, 

557,  658. 
Nef,  101,  163,  326. 
Nernst,  347. 
Neurinc,  164. 
}i%€otiana  tabacum,  642. 
Nicotine,  521,  524,  640,  542,  543. 
Nicotinic  acid,  520,  521,  642. 

Iso-,  520,  521. 
Nitriles,  100-102, 124,  152. 

/«o-,  100-102,  126,  i34i  178,  179. 
Nitro-aniines,  331, 336. 
-aniline,   m-,  425,  440,  441,  452, 
461. 
0-,  426,  441,452. 
P-,  425,  427,  441,  452. 
-anilines,  452,  464. 
-benzene,    17,   27,   28,   360,   372, 
375,  376,  380,  381,  386,  387, 
38^393,  409,  426,  427,  440, 
443,  463,  469,  490,  491,  529, 
531,532,  538. 
-diazonium  chloride,  p-,  409. 
-benzoic  acid,  m-,  453,  463. 
0-,  453,  463. 
p-,  453,  463. 
-benzoyl  chloride,  o-,  535. 

-fornii(^  acids,  535. 
-benzyl  chloride,  p-,  493. 
-bromobenzenc,  r/t-,  464. 
0-,  464. 
P-,  464. 
-butane,  Tertiary,  92. 
-celluloses,  295,  296. 
-cinnahialdehyde,  o-,  532. 
-compounds,  Qo-93,  375,  376,  378. 
Pnnkiy,  92. 
SecoAdary,  92,  93. 
Tertilry,  92,  93. 
-dimetfa^laniline,  0-,  384,  391. 
-ethane  90-92,  9^ 


Nitro-glycerine,  190. 
-guaiudine,  337. 
-ma^itol,  296. 
-m^sidine,  458. 
-m^sitylene,  468. 
-niethane,  91,  416. 
-nkphthalene,  456,  500,  501. 
-pflMaflins,  90-93. 
-phenol,  W-,  440,  442. 

a426,  440,  441,461. 
428,  440,  441,  628. 
ols,  372,  443. 
-phenyl-acctic  acid,  o-,  536. 

-nitromethane,  m-,  377. 
-phthalic  acid,  456,  457. 
-propane.  Secondary,  91. 
-pnisside  t«fit,  5. 
-salicylonitrile,  0-,  466. 
-st^Ie,  416. 
-thiq^hen,  528,  529. 
-toTuene,  w-,  376,  381,  462,  463.- 
I  0-,  376,  381,  453,  462. 
P-,  376,  381,  462,  463. 
-urcthane,  335. 
Nitrogen,    Quinquivalence    of,    385, 

408. 
Nitrosamines,  86,  88,  383,  412,  413. 
Nitposo-benzene,  380,  3*1 1  389*  390, 
391. 
-camphor,  /so-,  482. 
-dimethylaniline,  384,  440. 

hydrochloride,  384. 
-piperiQine,.516. 
Nitrous-acid  test  for  amines,  86, 

nitro-compounds,  92,  93. 
N6M3NG,  459,  462.   r 
Nomenclature        of        alcohols 

CnH,n+i- OH,  51,52. 
Nonane,  41. 

-dicarboxvlic  acid,  197. 
Nonoses,  266,  275,  287. 
Nonyl  alcohol.  Normal,  52. 
Nonylic  acid,  106. 
Nonnal  chains,  45. 
Nomarcotine,  644.- 
Notation,  46. 

of  Chemical  Society  of  liOndoQ, 
182. 
the  monoses,  268. 
Nucleic  acid,  556,  557. 
Nucleins,  359,  557. 
Nucleoproteids,  547,  556,  557,  558. 
Number  of  carbon  compounds,  2,  45. 
possible  isomerides,  46,  47. 

O. 
Octane,  37,  41. 
()rtose«,  266,  275. 
Octyl  alcohol,  Normal,  52. 
-amine,  Xonnal,  87,  102. 
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Octyl  bromide,  85. 
cyanide,  102. 
iodide,  Normal,  302. 
Oil,  Fusel-,  55,  57,  59,  6i,  73,  148. 
of  bitter  almonds,  353,  400. 
carraway,  353,  366,  478. 
cinnamon,  416. 
citron,  174. 
cloves,  452. 
cumin,  353. 
eucalyptus,  366,  475. 
garlic,  165. 
kmon-grass,  174. 
linseed,  172. 
orange-rind,  174. 
pepperminti  472. 
polei,  476. 
rue,  301. 
spinea,  451. 

the  Dutch  chemists,  182. 
thyme,  366. 
turpentine,  32,  3d8,  436,  473, 

477,  478,  480, 
wintergreen,  444. 
wormseed,  475. 
Paraffin-.    See  naphtha. 
OUs,  169,  Z89. 
defines,  145-149, 184. 
Oleic  acid,  112,  166,  169,  170,  171, 
189,  194. 
series  of  acids,  166-170. 
OUutn  cinoB,  475. 
Opium,  544. 
Optical  activity,  32,  6^. 

isomerism.    See  atereoisomerism. 
Oi^franic  analysis,  5>11. 
chemistry,  Definition  of,  1. 
compounds.  Classification  of,  34. 
Orientation,  359,  419,  454-466,  499, 

500,  507,  517,  532,  533. 
Ornithine,  252,  337,  431,  435»  549. 
Ortho-acetic  acid,  109. 
-carbonic  esters,  336. 
-compounds,  359. 
-esters,  104,  178,  183,  192,  336. 
-formic  acid,  178. 
Osazones,  260,  261. 
Osmotic  pressure,  12,  15, 16. 
Osones,  272. 
Ost's  solution,  238,  260. 

OSTWALD,  115. 
OUDEMANS,  541 . 

Over-proof  spirit,  56. 
Oxalacetic  acid,  270,  304,  305. 

ester.     See  diethyl  oxatacetate. 
Oxalic  acid,  168,  188,  189,  197-200, 

205,  253,  283.  298,  304, 311, 313, 

316. 
Oxalis,  198. 
Oxaluric  acid,  338. 


Oxalylurca.    See  parabanie  add. 
Oxamic  acid,  200. 
Oxamide,  200. 
Oxanthranol,  508,  509. 
Oximes.  132-134,  40^-405. 
Oxindole,  536. 
Oxonium  salts,  313-315. 
Oxy-cellulose,  296. 
trinitrate,  296. 

-2:6^ichloropurine,  8-,  348. 

-hsmoKiobin,  557. 

-methylene,  139. 
O^gen-carriers,  8. 

Detection  of,  5. 

Estimation  of,  9. 
Ospkerite,  39. 
Oz^nides,  254. 


Palmitic  acid,  zo6,  zii,  113, 109, 101 
Panereatic  juice,  551,  552. 
Papaver  somnilerum,  544. 
Paper,  294,  295. 
Parabanil  acid,  338,  339. 
Para-compounds,  359. 
-c^'anof^cn,  316. 
-leucaniline,  490,  491. 
-mandelic  acid,  450; 
-rosaniline,  490. 
Paraffin,  Liquid,  39. 
-oil.    See  naphtha. 
-^v-ax,  39,  112. 
Paraffins,  37,  38,  154,  364,  366. 
Isomerism  of  the,  42-48. 
Stnicture  of  the,  42-48. 
Paraldehyde,  136,  137,  140, 141-143. 
Parchment-paper,  295. 
Partial  valences,  358. 
Pasteur,  73,  239,  243,  244,  286. 
Peat,  Combustion  of,  139. 
Pelargonic  acid,  143,  170,  171. 
FenictUium  glaucum,  244,  450. 
Penta-chloro-benzal  chloride,  419. 
-ethane,  181,  182. 
-diene,  Cyclo-,  351. 

Dicydo-,  351. 
-hydric  alcohols,  260. 
-methyl-aminobenzene,  384. 
^benzonitrile,  465. 
-pararosaniline.       See     met^ 
violet. 
-methylene,  154, 350, 351, 352,425. 
derivatives,  350,  351. 
-diamine,  193,  194,  251,  515. 

hydrochloride,  193,  515. 
dibromide,  516. 
•triaoontane,  36,  41. 
Pentane,  36,  41,    46,    63,    71,  148, 
154,  180,  514. 
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Pentonic  acids,  360,  266. 

Pentoeans,  266. 

Pentoses,   359,   266-268    278,   291, 

523. 
PerUo8uria,  267. 
Pentyl  iodide,  151. 
Pepper,  519. 

Peptones,  551,  552,  556,  557,  558. 
Percentajf e-composit ion ,  9-1 1 . 
Perchloroethane.      See     hexachloro- 

ethane. 
Percolation,  541. 
Percu8sion>caps,  324. 
Perfumes,  Artificial,  176. 
Peri-compounds,  499. 
Perkin,  Sir  William,  309,  310,  417, 

450,451. 
Petroleum,  38,  39. 
American,  38,  39. 
Caucasian,  39,  467. 
-ether,  28,  38,  98. 
Formation  of,  39. 
Galician,  39.  / 

Java,  39.  * 

-lamp-fires,  38. 
Pharaoh's  serpents,  322. 
Phenaoetin,  443. 

Phenanthraquinone,  511,  512,  513. 
Phenanthrene,  496,  505,  506,  51  z- 

513,  644. 
Phenetole,  374,  409,  411,  443. 
Phenol,   1^17,   362,  363,  370-373, 
374,  409,  411,  414, 420,  428, 437, 
440,  441 ,  445, 451 ,  469, 471 ,  501 , 
526. 
-phthalein,  433,  489. 
-sulphonic  acid,  m-,  437. 
0-,  420,  437. 
P-,  423,  437. 
acids  437 
Phenols,  370-373,  378,  401, 451,  496. 
Phenoxides,  372,  374. 
Phenoxy-amjrJamine,  t-,  51%. 

-valeric  acid,  ^-,  516. 
Phenyl-acetic  acid,  398 
-acetylene,  416. 
-alanine,  549. 
-amine.     See  aniline. 
-arsenic  oxide,  392. 
-arsinic  acid,  392,  393. 
ether,  374. 

-glycine-o-carboxylic  acid,  538. 
-hydrazine,  134, 135, 260, 261,  275, 
.279,  293,  361,  414,  4i5,  622, 
530. 
Imirochloride,  415. 
-liydrazones.    See  hydmzanea. 
-hydroxylamine,  381 ,  389, 390, 391 . 
-JJ-hydroxyprop ionic  acid,  a-.  See 
tropic  acui. 


Phenyl-iodlde    chloride.      See  iodo^ 
benzene  dichloride. 

-Mc^-crotonic  acid,  497,  500. 
-cvanate,  377,  386. 
-thiocyanate,  386. 

magnesium  bromide,  368. 

mercury  acetate,  393. 
hydroxide,  393. 

mustard-oil.     See    phenyl   isoihio-' 
cyanate. 

-nitromethane,  376,  377,  385. 

>phosphine,  392. 

-phosphinic  acid,  392,  393. 

-phosphinous  acid,  393. 

-phoe^hinyl  chloride,  392. 

-propiolic  acid,  416. 

salicylate,  445,  446. 

-sodionitromethanc,  494 

milphide,  410. 

-urethanc,  386. 
Phenylene-diacetic  acid,  a-,  503. 

-diamine,  m-,  419,  426,  427,  429, 
430,459,461. 
p-,  425,  427,  459. 

-disulphonic  acid,  m-,  420. 
PhlorogIucin6I,  295,  421-423. 

triacetate,  423. 
Phosgene.     See  carbonyl  Monde, 
Phoq>henyl  chloride,  392. 
Phosphenylous  acid,  392. 
Phosphines,  94,  95. 
Phosphinobenzenc,  391,  392,  393. 
Phosphobenzene,  392,  393. 
Phosphonium  bases,  Quaternary,  94- 
96. 

halidos,  94,  95. 
Phthaleins,  433.493. 
Phthalic   acid,   431-435,   456,    457, 
499,  503,  535,  538. 
/«o-,  435,  436. 

acids,  398,  431-436,  454,  469. 

anhydride,  431,  433,  434,  508,  510. 
Phthalide,  432,  449. 
Phthalimide,  434,  453,  538. 
Phthalisoimide,  435. 
Phthalophenone,  432. 
Phthalyl  chloride,  432,  435. 
Physical  properties  of  isomeric  com- 
pounds, 48. 
Picoline,  a-,  519. 

p-   517,  646. 
Picolines,  51 7. 
Picolinic  acid,  520,  521. 
Picramide,  442. 
Picric  acid,  313,  314,  426,  441,  443, 

461,  462,  486,  506,  555. 
Picryl  chloride,  442. 
Pimelic  acid,  197,  471. 
Pinacoiin,  185,  495. 
Pinacone,  184,  185,  495. 
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PinaconeR,  184. 
Pinane,  479. 
Pinene,  480,  481. 
Pinic  acid,  481. 
Pink  salt,  428. 
Pinonic  acid,  481. 
Piperic  acid,  450,  451,  619. 
Piperidine,  193,  194,  515,  516,  519, 
643. 

hydrochloride,  615. 
Piperine,  450,  519. 
Piperonal,  450. 
Piperonylacrolein,  450,  461. 
Pitch,  463. 
Platinotypes,  199. 
Polarimeter,  Laurent's,  32,  33. 
Polarimetry,  32,  33,  284,  285. 
Polv-amino-compounds,  427-431. 

-baflic  acids,  196-216. 
hydroxy-acids^  246,  247. 

-halogen  derivatives,  419,  420. 

-hydnc  alcohols,  183-191,  192. 
phenols,  421-423. 

-methylene  compounds,  154,  350- 

35- 

-nitre  -denvatives,  425,  426. 

-pept  des,  551-663. 

-sulp&onic  acids,  419. 
Polynieiization,  137, 139,  140. 

of  aldi^ydes,  136-138. 
Polyoaes,  259,  264,266,268,290-296. 
Popr/97,  386. 
Port,  65. 

PotA8h4)ulb8,  6,  7. 
Potassiopyrrole,  524,  626. 
Potassium   acetate,   204,   206,   269, 
307,  373. 

alkides,  98. 

rfhilide,  382. 

antimonyl  d-tartrate,  236. 

lx>nzenesulphonate,  371,  395. 

benzoate,  400. 
'carbazole,  505. 

carbonyl,  423. 

copper-prop iolate,  215. 

cuprous  cyanide,  410. 

cvanate,  317,  321,  330,  333,  341. 

cyaaiide,  102,  123,  166,  168,  178, 
193,  200,  203,  215,  246,  316, 
318,  319,  394,  395,  494,  523, 
528,  534. 

ethylsulphate,  73,  79.  80,  100. 

ferric  oxalate,  199,  200. 

ferricyanide,  215. 

ferrocyanide,  317,  318,  3x9. 

ferrous  oxalate,  199. 

formate,  198,  319. 

elycollate,  218. 

nydro^n   aoetylenedicarbozylate, 
?14. 


Potassium   hydrogen   diaoeiylenedi* 
carboxylate,  215. 
mesotart^^te,  240. 
saccharate,  269. 
o-sulphobeiizoate,  439. 
d-Urtrate,  236. 
monochloroacetate,  200. 
oxalate,  198. 
phthfaJaminate,  463. 
phthal^nidc,  434. 
propiol^te,  214. 
rf-UrtTat«,  236. 

tetra-acetylenedicarfooxylate,  215. 
thiocyanate,  322. 
trithiocarlxMiate,  328. 
xanthate,  329. 
Potato-starch,  293,  294. 
Presssaft,  287. 

Primaiy  alcohols,  52,  60,  105,  123, 
127,  130,  145. 
amines,  83, 85, 86, 87,  91, 102, 173, 

179,331. 
arsines,  95. 
carbon  atoms,  46. 
compounds,  52. 
nitro-compounds,  92. 
phosphines,  95. 
reduction-products,  389. 
Principle  of  mobile  equilibrium,  111, 
121,  122. 
the  counter-current,  283. 
Producer-gas,  53. 
Proline,  590^  653. 
Proof-spirit  7  56,  57,  68. 
Propane,  m,  37,  41,  42,  44,  45,  181. 
-tricarboxylic     acid,     afia'-.    See 
tricarbauylic  acid. 
Propancyl  alcohol,  163,  165. 
-aldehyde,  174. 

-acetal,  174,  529. 
compounds,  163. 
Properties  of  alcohols  CnH-,-|-,  •  OH, 

52, 43. 
Propiolic  acid,  165. 

series  of  acids,  170-172. 
Propionaldehyde,  58,  129,  131,  150, 

162. 
Propionic  acid,  58,  59, 100,  101,  106, 
no,  115, 143, 157, 167, 168,^2157 
223,  227,  299,  305. 
Propionitrile,  101. 
Propionyl-^oup,  107. 
Propyl  -acetylene ,  1 67. 
alcohol,  /«o-,  51,  58,  59, 144,  184, 

Normal,  51,  52,  58,  59,  74,  162, 
165. 
-amiiie,  /«c-,  83,  84. 

Nonnall  S^jJ^^. 
bromide.  Normal,  71,  85. 
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Propyl-carbinol,  Iso-.      See  iaobutyl 
alcohol. 
Normal.     See  butyl  aicohol,  Nor- 
mal. 
chloride,  Normal,  71. 
-group,  37. 

iodide,  Iso-,  44,  45,  110,  150,  151, 
187,  i88,  189. 
Normal,  44,  71,  HO,  150. 
-piperidiiie,  a-,  519. 

r-,519. 

'paetuionitrol,  93. 
Propylene,  146,  150,  151,  182,  187,* 
188,  189,  350,  362,  473,  478. 

chloride,  150,  162,  187. 

-glycol,  221   225. 
Propylidene  chloride,  150, 161. 
Proteids,  2,  247,  249-251,  283,  285, 
287,   288,    337,  373,   447.  449, 
518,  524,  536,  544,  547-559- 
Protocatechualdehyde,  450,  452. 
Protocatechuic  acid,  446,  546. 
Protoplasm,  283,  287,  289. 
Prussian-blue  test,  4. 
Prussic  acid.    See  hydrocyanic  acid. 
Pseudo-acida,  92,  37^378,  412,  489. 

-bases.     See  colour-basea. 

-ionone,  175. 

-nitrols,  93. 

-racemic  mixed  crystals,  245,  246. 

-uric  acid,  341. 
Ptomaines,  198. 
Pulegone,  47|,  476. 
Purine,  341,  |43. 
Purone,  345. 

l8o-,  345. 
Putrescine.       See  tetramethylenedta- 

mine. 
Pyknometer,  32. 
I^razole,  349,  529,  530. 
I^razoline,  529,  530. 
Pyrazolone,  530. 
I^nnene,  513. 

Pyridine,  172, 261, 273, 274, 307, 349, 
362,  363,  514-517,  519,  532,  540, 
542,  544. 

-carboxylic  acids,  520,  521. 

ferrocyanide,  515. 

-sulphonic  acid,  514. 
Pyro-catechin  or  pyrocatechol.     See 
catechol. 

-gallic  acid.     See  pyrogaUol. 

-gaUol;  421,  446,  447. 

-genetic  reactions,  130. 

-mellitic  acid,  436. 
anhydride,  436. 

-mucic  acid.  522,  523,  524. 

-racemic  acid,  222,  236,  270,  299, 
300,  304. 

.tartaric  acid,  236. 


Pyrone  derivatives,  310-315,  433. 

-dicarboxylic  acid.     See  chelidonie 
acid. 
Pyrrole,  349,  521,  534-526,  536,  544. 

-carboxylic  acid,  a-,  526. 

-red,  524. 
Pyrrolidin,  526. 
I^rrrolin,  526. 


Quadrivalent  oxygen,  313. 
Quadroxalates,  199. 
Qualitative  analysis,  3-5. 
Quantitative  analysis,  5-11. 
Quaternary  ammonium  bases,  83, 84, 
385. 

arsonium  bases,  95,  96. 

carbon  atoms,  46. 

phosphonium  bases,  91. 

stibonium  bases,  96. 
Quick  process  for  vinegar,  108. 
Qiiina-red,  545. 
Quinic  acid,  545. 
Quinine,  448,  545. 
Quinitol,  470. 

Cm-,  470. 

Trans-,  470. 
Quinol,42i,423,  488. 
Quinoline,  273,  274,  349,  363,    473, 
514,515,520,531-534,540,  544, 
546. 

dichromate,  531. 

/«>.,  531,  534,  535,  540,  545. 

sulphate,  /«a-,  534. 

-sulphonic  acids,  533. 
Quinolinic  acid,  520,  521,  532. 
Quinone.     See  bemoquinone,   - 

di-imide,  425. 
Quinones,  423-425,  508. 

0-,  424. 
Quinonoid  forms,  488,  489. 
Quinotannic  acid,  545. 
Quinovic  acid,  545. 
Quinovin,  545. 
Quinoxalincs,  427. 


R. 

Racemic  acid.    See  tartaric  add,  r-. 

substances,  226,  239. 
Resolution  of,  243-246. 
Racemoids,  245. 
Raffinose,  290. 
Reactions,  Bimolecular,  85,  122. 

Pyrogenetic,  130. 

Reversible,  119,  136. 

IJnimolecular,  122. 
Reagent,  Schipf's,  139. 
Reflux-condenser,  21. 
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Rehisex,  439. 

Rc8inifi(»tion,  137, 138. 

Rcisins,  70. 

Resorcin.     See  reaorcinol. 
-yellow,  430. 

Hesorcinol,  420,  421,  424,  430,  433, 
437,  454. 
-phthalein.     See  fluorescein. 

Reversible  reactions,  1x9, 136. 

Rhodium,  Catalytic  actum  of,  107, 
108. 

Rice-starch,  292. 

Ricinui  communis ,  112. 

Rodinal,  443. 

RoozEBOOM,  Bakhuis,  245. 

Rosaniline,  428,  491,  |p2. 

Rosanilines.  487-49^$  • 

Rosolic  acid,  492. 

Rotation  of  plane  of  polarisation,  33, 
.         33, 62. 
}  Rotatory  power,  Specific,  32, 33. 

Ruberythric  acid,  509. 

Rum,  5^ 

Huta  ^meolens,  302. 

Rye-starch^292. 

S. 

Sabatikr,  35,  39,  148,  468,  469. 
Sactcharates,  263,  283,  284. 
Saccharic  acid,  d-,  269,  278. 

Iso-,  297. 
Saccharides.     See  sugars. 
Saccharification,  54. 
Saccharin,  438,  439. 
Saccharose.     See  sucrose. 
Saint  Gilles,  P^an  de,  119. 
Salicin,'444. 
Salicy laldehyde ,  451 . 
Salicylic  acid,  444,  445, 460, 525. 
Saligenin,  444. 
Salmine,  552. 
Salol,  446. 
Salt  of  sorrel,  199. 
Salting-out,  112,  429,  554. 
Sandmeyer,  410. 
Saponification,  122,  123. 

of  fats,  1,12,113,123. 
Sarcolactiq  acid,  226. 
Saturated  /   hydrocarbons    CnH^n+ai 

35-^,  98,  154, 177, 183. 
Sauerkraut,  22b. 
Sawdust,  198^ 
Schifp'kS  reapent,  139. 
Schizomycetes,  286. 
Hchizosaccharomyces  octosporus,  288. 

S<'HMII)T,  444. 

Sciiwkitzrr's  reagent,  295. 
Scatchinj?,  295. 
♦Sebacic  acid.  197. 


Secondary  alcohols,  52,  60,  61 «  123| 
127-130,  132,  145. 

amines,  83,  85,  86,  87,  102. 

arsines,  95. 

carbon  atoms,  46. 

compounds,  52. 

.  nitro-compounds,  92,  93. 

phosphines,  95. 

reduction-products,  389. 
Selenium  sulpho-compounds,  81. 
Semi-carbazide,  333. 

-carbazones,  333. 
Semidine-transformation,  388. 
Senderens,  35,  39,  468,  469. 
Senier,  320,  326. 
Separating-funnel,  28. 
Separation  of  amines,  86. 

immiscible  liquids,  28-^30. 
solids  and  liquids,  30. 
from  one  another,  30,  31. 
Sericin,  559. 
Sericoin,  552. 
Serine,  549. 
Sert^iiner,  544. 
Serum-albumin,  554,  555. 

-globidin,  555. 
Sherry,  55.    • 
Side^hain,  359. 
Silicoheptane,  97. 
Silicon  alkides,  97. 

Chemistry  of,  97. 

tetraethide,  97. 
Silk,  Artificial,  296. 

-gum.    See  sericin. 
SiLVA,  187. 
Silver  acetate,  105, 183, 184. 

acetylene,  156. 

cyanamide,  324. 

cyanate,  321 . 

cyanide,  317,  535. 

cyanurate,  225. 

formate,  107. 

fuhninate,  324. 

Isvulate,  275. 

-mirror-test,  138, 139.  ' 

picnite,  442. 

thi((cyanate«  322. 
Skatole,  536. 
Skraup,  531,  533. 
Smokeless  powder,  296. 
Soap,  Green,  112. 

Hani,  112. 

Potassium-,  112. 

Sodium-,  112. 

Soft,  112. 
Soaps,  112,  X13, 114. 
Soda-limeitefit,  4. 
Sodamid^,  255. 
Sodio-ac^tylacetone,  306» 

-n-am5^1acetylene,  256. 
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Sodio-dinitroethane,  378. 
-nitroethane,  91,  92. 
-phenyl-nitromethane,  376. 
-isonitromethane,  377. 
Sodium  acetate,  103,  110,  262,  417, 
451. 
acetylene,  170. 
alkides,  98,  103. 
ammonium  raeemate,  243,  245. 
anthraquinonesulphonate,  510. 
benzoate,  395,  397. 
diazobenzenesulphonate,  414. 
ethoxide,  66,  67,  72,  91,  104,  178, 
183,  202,  252-254,  309,  327,  343, 
426. 
formate,  198. 
hydroeeu  urate,  341. 
methide,  103. 

methoxide,  66, 67, 74,  91, 368, 426. 
-nit ropnisside- test,  5. 
oxalate,  198. 

phenoxide,  372,  374,  444,  445,  525. 
phenoxyl-o-carboxylic  acid,  445. 
phenyl-carbonate,  444. 
-hvdrazinesulphonatc,  414. 
salicylate,  446. 
stearate,  105. 
gulphanilate,  438. 
urate,  341. 
Solubility-curve  for  two  li()uids,  89. 
-curves    for   triethylamine    and 
water,  89. 
Solvents,  Cryoscopic,  15, 16,  17,  20. 
Ebullioscopic,  17. 
Extraction  with,  28. 
Soporifics,  144,  258,  401. 
Sorbicacid,  172. 
Sorbitol,  rf-,  269. 
Sorbose-bacteria,  264. 
Spacial  isomerism.    See  stereoisomer- 
ism. 
Specific  gravity.  Determination   of, 
32. 
rotatory  power,  32,  33. 
Spent  lees,  55. 

wash,  55. 
Spermaceti,  66. 
Spirits,  55. 

of  wine,  55. 
Sponpin,  559. 

Starch,  54,  265,  268.  271,  279,  291- 
294,548. 
Manufacture  of,  294. 
Steam-distillation,  26-28. 
Stearic  acid,  17,  106,  m,  112,  169, 
189-191. 
Stnictuie  of,  169. 
"Stearine,'    112. 

candleH,  112. 
Stearoiic  acid,  170,  171,  172. 


Steaiyl  alcohol,  105. 
Stereochemical  isomerism.  Heestereo^ 

isomerism. 
Stereochemistry  of  the  monoses,  27^ 

278. 
Stereoisomerism,  63-65,  66,  231-236. 

of  nitn^n,  404,  405. 

VAN  'r  floFP's  theory  of,  63-66. 
Stibines,  96. 

Tertiary,  96. 
Stil)onium  bases,  Quatemaxy,  96. 
StUbene,  494,  512. 
Storax,  416,  417. 
Straw,  266,  295. 
Strength  of  acids,  115. 
Strong  hydrolysis,  300. 
Structural  or  constitutional  formula. 

44,51. 
Structure  of  the  paraffins,  41-48. 
Strychnine,  244,  448,  545,  546.  ^m 

i-mannonate,  273.  ^K 

Stn/chnos  nux  vomica,  545. 
Stubb-fat,  513.  ^^ 

Styphnic  acid,  442,  443.  ^w 

Styrole,  416. 
Suberic  acid,  197. 
Suberone,  352. 
Substitution,  36,  227. 
Succindialdehyde,  253,  254,  524,  525. 
Succinic  acid,  30,  64,  197,  203,  205, 
208,  213,  229,  231,  236,  527. 

anhydride,  205. 
Succiiiimide,  205. 

Sucrose,  32,  111,  198,  225,  246,  268. 
280-286,  287,  288.  290. 

Manufacture  of,  283,  284. 

Quantitative   estimation   of,   284^ 
285. 

Velocity  of  inversion  of,  285,  286. 
Sugar-beet,  249,  280,  283,  284. 

-cane,  280. 

Cane-.     See  sucrose. 

of  lead.    See  lead  (uietate. 
Sugars,  251,  259-296,  544,  556,  558. 
Sulphaminobenzoic  acid,  p-,  439. 
Sulphaniiic  acid,  423,  437,  438. 
Sulphinic  acids,  81,  374. 

Alkyl-,  81. 
Sulphite-method,  295. 
Sulpho-benzoic  acid,  m-,  435. 
o-,438. 
acids,  438,  439. 

-compounds.  Selenium,  81. 
Tellurium,  81. 

-cyanic  acid.    See  thiocyantc  adcL 
Sulphonal,  144. 
Sulphonamides,  367,  368. 
Sulphones.  81,374. 
Sulphonic  acids,  81,  437-439. 

chlorides,  367. 
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Siilphonic  chlorides,  Alkyl-,  81. 
Sulphonuim  halides,  80. 

hydroxides,  80. 

iodides,  80. 
Sulphoxides,  80,  81. 
Sulphur,  Estimation  of,  8. 
Supertension,  347. 
Synimetricai  compounds,  359. 
Syutonins,  554,  556. 


Tafel,  344,  346. 
Tannic  acids.    See  tannins. 
Tannin,  446,  447,  44«,  541,  555,  558. 
Tanning,  448. 
Tannins,  447,  448.       . 
Tanret  269 

Tar,  362',  363, 366, 371, 496,  505,  514, 
526,  531,  534. 

Wood-,  53. 
Tartar-emetic,  236. 
Tartaric  acid,  d-,  231,  232,  234,  236- 
238,  231^-241,  245,  270,  299. 
^,  231,  232,  234,  238,  241,  245. 
Meso-,  231,  232,  235,  238,  239- 

241. 
r-,  231,  232,  236,  238,  239,  240, 
241   299. 

acids,  231-243,  289,  361. 
Tartronic  acid,  186,  230. 
Tautomerism,  30^^10. 
Tea,  342,  446,  447.  641. 
Tellurium  sulpho-corapounds,  81. 
Tension-theory,  von  Baeyer's,  154, 

207,  352. 
Terebic  acid,  474. 

TerephthaUc  acid ,  353, 435,  43^,  459. 
Terminal  carbon  atoms,  46. 
Terpenes,  159,  366,  467,  471-4^1. 
Terpin,  473-477. 

hydrate,  473,  475. 
Terpineol,  475-477. 
Terpinolene,  476,  477. 
Tertiary  alcohols,  52,  61,  up,  123, 
132,  145. 

amines,  83,  85,  86,  87, 102. 

arsines,  95,  96. 

bismuthincs,  96. 

carbon  atoms,  46. 

compounds,  52. 

nitro-compounds,  92,  93. 

phosphines,  95. 
Test,  Beilstein's,  5. 

Carbylamine-,  102. 

Copper- oxide-,  4. 

Iodoform-,  180. 

Lassaione's,  4. 

Lime-water-,  4. 

Prussian-blue-,  4. 


Test,  Silver-mirror-,  138, 139. 
Soda-lime-,  4. 
Sodium-nitropnisside-,  5. 
Test  for  absolute  alcohol,  56. 
acetates,  Cacodyl-,  110. 
Ferric-chloride-,  110. 
amines,  Nitrous-acid-,  86. 
anthraquinone,  509. 
blood,  557. 
cellulose,  295. 
dextrose.  269. 
double    bonds,  von   Bakter's^ 

146. 
glycerol,  187. 
hexoscs,  275. . 
ketohexamethylene,  471. 
li^nin,  295. 
nitric  acid,  382. 
nitro-compounds,  Nitrous^acid-, 

92,93. 
nitrous  acid,  430. 
pentoses,  267. 
phenols,  372. 

primary  amines,  Hofmann's,  87, 
loi,  102. 
secondary,  and  tertiaiy  alco- 
hols, 60,  61. 
pjnrole,  524. 
starch,  291. 
xylose.  267,  268. 
Tests  for  aldehydes,  i38, 139. 
amines,  86,  87. 
aniline,  381. 

ethyl  alcohol,  58,  180,  397. 
hydroxyl-group,  49,  60. 
monoses,  260,  261. 
proteids,  555. 
Tetra-acetylened  icarboxylic    acid , 

215. 
-alWlammonium  iodides,  Velocity 

of  formation  of,  85. 
-bromo-ethane,  506. 
-fluorescein,  433. 
-methane,  177. 
-chloro-benzotrichloride,  419. 
-ethane,  181. 
-ethylene,  181, 182. 
-methane.    See  carbon  tetrachUh 
ride. 
-decane,  41. 

-ethyl-ammonium  hydroxide,  88. 
disodioethane  ietracarboxylat«, 

497. 
hydronaphthalenetetracarbox- 

ylate,  497. 
-methane,  97. 
orthocarbonate,  336. 
-hydro-benzene,  4iS9. 
-pyrrole,  526,  543. 

-carboxylic  acid.    See  proline. 
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Tetranhydroxy stearic  acid,  172. 
-methyl-aromoniuni  hydroxide,  88. 
-diaminotriphenyl-carbinoi,  488. 

-methane^  488. 
-succinic  acid,  217. 
-uric  acid,  344. 
-methylene,  350. 
bromide,  350. 
derivatives,  350. 
-diamine,  193,  194,  252. 
Tetrolic  acid,  171. 
Tetroses,  366,  290. 
Theine.    See  caffeine. 
Theobromine,  341-344,  540. 
Theory   of   stereoisomerism,  van  't 

HoFP's,  63^6. 
Thermometers,  Abbreviated,  32. 
Thielb,  160,  351,  358,  498. 
Thienylmethylketone,  2-.     See  aceto- 

thierume. 
Thio-acetone,  144. 
-acids,  124. 
-aldehydes,  144. 
-cyanic  acid,  322,  323. 
esters,  322,  323. 
ho-,  322,  323,  329. 
-tethers,  78-So,  81,  374. 
-ketones,  144. 
-methylene,  323. 
-phenol,  360  374- 
-phenols,  368. 
-tolen,  526,  528. 
-urea,  335,  336. 
Thiophen,  349,  521,  526-529. 
-carboxylic  acid,  2-,  528. 

3-,  528. 
-ketones,  528. 
mercury  oxyacetate,  526. 
-phenol,  528. 
-sulphonic  acid,  528. 
Thioxen,  526,  527. 
Thymol,  373,  473. 
Tickle,  313. 
TigUc  acid,  166. 
Tin  atoms.  Asymmetric,  97. 

ethide,  99. 
Toadstool,  297. 
Tolan,  493. 

Toluene,  353,  362,  363,  3§4,  365,  338. 
369,    373,    376,    394,  419,  438, 
462,  526. 
-sulphamide,  o-,  438. 
-sulphonic  acid,  o-,  4:^. 
p-,  438. 
Toluic  acid,  p-,  398. 

acids,  398.  -r    , 
Toluidine,  m-,  kSi,  462. 
0-,  381,  462,  4^1.      - 
»..  17,  381,  462,  490,  491,  518,  525. 
hydrochloride,  p-,  383. 


Tolylphenylketone,  404,  506. 
Triacetoiusamine,  143. 
Triacetylbenzene ,  1 : 3 : 5-,  361 . 
Trialkyl-phosphines;  94. 

-phospninic  oxides,  95. 
Triamino-azobenzene.  See    BtB^ 

marck-brovm. 

-triphenylcarbinol,  491. 
Triamylene,  149. 
Tribasic  acids,  215,  216. 
Tribenzoyladrenaline,  546. 
Tribenzylamine,  385. 
Tribromhydrin,  165,  181, 187, 216. 
Tribromo-aniline,  379. 

-phenol,  372. 

-resorcinol,  421. 
Tricalcium  saccharate,  283. 
Tricarballylic  acid,  215, 216. 
TricUorhydrin,  187. 
Trichloro-acetal,  257,  258. 

-acetaldehyde.    See  chloral. 

-acetic  acid,  218,  219,  258. 

-ethylene,  181. 

-phenol,  439. 

-purine,  2:6:8-,  343. 
Tricosane,  41. 
Triethyl-amine,  85,  88,  89,  90. 

-arsine,  95. 

-bismuthine,  96. 

citrate,  247. 

-methane,  97. 

-phosphine,  95. 
oxide,  94,  95. 

-sulphonium  iodide,  315. 
Trihydric  alcohols,  186-190. 

phenols,  421-^23. 
Trihydrojqr-acids,  446-448. 

-^lutaric  acid,  267,  271,  276,  277. 

-Mobutyric  acid  264. 
Tri-iodhydrin,  188. 
Tri-iodophenol,  471. 
Triketohexamethylene.     See  phloro- 

glucinol. 
Trimethyl-acetic  acid,  217. 

-acetvl  chloride,  185. 

-amine,  83,  87,  88,  164,  194,  250. 

-carbinol,  51,60, 132. 

-ethylene,  159. 

-cthylmethane,  48. 

-glycine,  249. 

-oxonium  iodide,  314. 

-phosphine  oxide,  95. 

-pyridines.     See  collidines. 

-succinic  acid,  482. 
Trimethylcne,  350,  352. 

bromide,  182,  183,  193.  350,  4.34. 

cyanide,  193. 

derivatives,  350. 

-diamine,  194. 

-glycol,  183. 
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Trimethylene-glycol  diacetate^  183. 
Trinitro-benzene,  Symmetrical,  426, 
462,  466. 

-butylxylene,  426. 

-cellulose,  295,  296. 

-oxycellulose,  296. 

-phenol,  2:4:6-.     See  picric  acid. 
Trioses,  259,  264,  266,  287. 
Tripeptides,  551. 
Triphenyl-amine,  379,  383. 

-carbinolcarboxylic  acid,  432. 

-chloromethane,  493. 
^-ttifithane,  384,  401 ,  433^jite^ 
dyes.  -  See  rosantlines.  » 

-methyl,  493. 
iodide,  493. 
peroxide,  493. 

-rosaniline  hydrochloride.   See  avi- 
line-blue. 
Tristearin,  189,  190,  207. 
Trithio-acetaldehyde,  144. 

-acetone,  144. 

-carbonic  acid,  328. 

-methylene,  323. 
Troostwyk,  Pabts  van,  182. 
Tropic  acid,  543. 
Tropine,  543,  544,  545. 
Tryptophan,  550. 
Tube-furnace,  8,  9. 
Turkey-red,  510. 
Tyrosine,  449,  549,  552,  553, 558, 559. 


U. 

Undecane,  41. 
Undecylenic  acid,  166. 
Under-proof  spirit,  56,  67. 
Unimolecular  reactions,  122. 
Unsaturated  acios,  Monobasic,  166- 
172. 

alcohols,  163-165. 

aldehydes,  173-175. 

compounds,  146. 

dibasic  acids,  208-215. 

halogen  compounds,  161-163. 

hydrocarbons,  145-160,  416. 

ketones,  175,  176. 
Unsymmetrical  compounds,  359. 
Uranium  oxalate,  199. 
Urea,  1,  325,  328-333,  339, 342. 

ho-,  332. 

nitrate,  330,  331. 

oxalate,  331. 
UnMdes,  338. 
ITreido-aeids,  338. 
Urethane,  17,  334»  335- 
Urethanes,  334,  335. 
Uric  acid,  304,  338-344,  345. 
group,  338-347. 


Urine,  144,  329,  330,  333,  341. 
Urochloralic  acid,  258. 

V. 

Vacuum-distillation,  22,  23. 
Valence   of  carbon,  20,  21,  63,  101. 

149-152,163,493. 
Valeraldehjrde,  129. 

-anunonia,  /«>-,  250. 
Valeric  acid,  61, 106, 115. 

Active,  202, 227. 
Valerolactone,  219. 
Valeryl-group,  107. 
Vanilla,  353,  452. 
Vanillin,  451^  452. 
Vapour-density/tpparatus, 

H0FMANN*8,  15. 

Victor  Meyer's,  13. 

Determination  of,  12-15. 
Victor  Meter's    method    for, 
13-15. 
Vaseline,  38,  39. 
Vegetable-fats,  34,  11 1. 

-ivoiy  nut.  273. 
Velocity  of  formation  of  tetra-alkyl- 

ammonium  iodides,  85. 
Vicinal  compounds,  359. 
ViLLIGER,  314. 

Vinegar,  German  or  Quick  process 
for,  108. 

-manufacture,  108. 
Vine-lice,  328. 
Vinyl-acetic  acid,  168. 

alcohol,  163.  164. 

bromide,  i6i,  162, 163. 

chloride,  162,  163. 

-ethylene,  154. 

-group,  164. 
Violets,  176. 
Violuric  acid,  340. 
Vital  force,  1. 
Volatile  fatty  acids,  111. 

VOLHARD,  322. 

Vulcanization,  328. 

W. 

Wadmore,  326. 
Walden,  228,  313. 
Walker,  James,  27,  S30. 
Wax,  66. 

Earth-,  39. 

Paraffin-,  39,  112. 
Weak  hydrolysis,  300. 
Weigel,.  21 . 
Whey,  280. 
Whiskey,  55. 
White  lead,  110. 

WiLFARTH,  8. 
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Williamson,  Ether-synthesis  of,  74. 
Wine,  55,  108. 

Spirits  of,  55. 
Wines,  Fortified,  65. 
Winkler,  96. 

WiSLICENUS,  255. 

Witt,  428. 

WoHLBR,  1,  2,  320,  330,  331. 

WOLLESTON,  550. 

Wood,  266.  295. 

-charcoal,  436. 

Combustion  of,  139. 

Dist  illation  of,  53. 

-spirit,  53,  143. 

-sugar.    See  xylose. 

-tar,  53. 
WoodruflF,  449. 
WCRTZ,  24,  321, 

X. 

Xanthic  acid,  329. 
Xanthine,  341-344,  557. 
Xantho-chelidonic  a<iid,  310-312. 
-protein-reaction,  555,  556,  658. 
Xylene,  m-,  365,  366,  459. 


Xylene,  a-,  366,  456. 

p-,  366,  459. 

-sulphonic  acids,  366. 
Xylenes,  363,  364,  454,  526. 
Xylidines,  382. 
Xylitol,  191,  264,  267. 
Xylonic  acid,  267. 
Xylose,  264,  266,  267,  276. 
Xylylene  bromide,  a-,  497. 

chloride,  o-,  449. 

Y. 

Yeast,  54. 

-cells,  54,  286,  287. 
YoTJNG,  Sydney,  41,  42. 
Formula  of,  41,  42. 

Z. 

Zinc  alkides,  97, 98, 103, 130. 

ethide,  97. 

lactate,  225. 

methide,  97,  98,  130,  185. 

propide,  97. 
Zymase,  287. 
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